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(54) Catalyst component and catalyst 

(57) A catalyst component for the polyemrization of 
olefinic hydrocarbons comprises a modified metal- 
locene compound derived from a starting metallocene 
compound of the formula 



R^pMe^x\.p or R^Me^X^' 



wherein Me^ is a transition metal of Group IVa in 
the Periodic Table, Ri is a ligand selected from the group 
consisting of a cyclopentadienyl group, a substituted cy- 
clopentadienyl group, an indenyl group, a substituted in- 
denyl group, a fluorenyl group and a substituted fluore- 
nyl group, which may be bonded together through a C2- 
C^Q hydrocarbon group and/or a silylene group, said 
substituted cyclopnetadineyl, said substituted indenyl 
group and said substituted fluorenyl group each having 



at least one hydrogen atom directly bonded to their re- 
spective 5-member rings, is a halogen atom, a hy- 
drogen atom or a C-, -C24 hydrocarbon moiety, p is 1 ^ p 
^ 4 and X^' is a C-1-C20 alkylidene group) said modified 
metallocene compound having a 5-member ring free of 
hydrogen peak in 1H-NHR spectrum and said 5-mem- 
ber ring belonging to said ligand. 

A catalyst is also disclosed, which essentially com- 
prised the above catalyst component in one aspect and 
a combination in another aspect of a metallocene com- 
pound mutually contacted with a modified organoalumi- 
num compound having AI-O-AI bonds and borate and/ 
or borane. 

The catalyst is characterized by the absence of hy- 
drogen peaks at the 5-member ring in the constituent 
groups of the metallocene compound. 
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Description 

This invention relates to catalyst connponents and also a catalyst comprising the same. The invention further relates 
to a process using this catalyst for the production of olefinic homopolymers or copolymers. 

5 As disclosed in Japanese Patent Laid-Open Publication No. 58-19309, it has been proposed to produce ethylene 

homopolymers or ethylene-a-olefin copolymers among various polyolefins with use of a catalyst composition compris- 
ing a zirconium compound, typically a methallocene compound and an aluminoxane. It is also known to use a catalyst 
composition comprising a zirconium compound, typically a zirconocene compound, borate and/or borane. The dis- 
closed prior art catalysts contribute to the production of homopolymers having a narrow molecular weight distribution 

10 and copolymer having a narrow composition distribution at a satisfactory rate of yield. 

In order to provide increased polymer yields using such prior art catalysts, it would be necessary to use large 
quantities of aluminoxane to transition metals such as zirconium. However, aluminoxane, particularly methylaluminox- 
ane, is very costly. 

Japanese Laid-Open Patent Publications No. 63-21 8707 and No. 60-280802 discloses a process for the production 
IS of homopolmers at an increased rate of yeild while reducing the quantities of aluminoxane; however, there appears to 
be no marked improvement in regard to aluminoxane usage. 

The zirconium compound-borate and/or borane catalyst has also drawback in that borate and borane are costly. 
Furthermore, this type of catalyst is often soluble in the polymerization reaction system and when used In slurry or gas- 
phase polymerization, tends to give a polymer product having reduced bulk density and hence degraded granular 
20 properties. 

Known as catalyst components for polymerizing olefinic hydrocarbons are metallocene compounds such as bis 
(cyclopentadienyl)zirconiumdichloride, bis(1,3-dimethylcyclopentadienyl)zirconiumdichloride, bis(indenyl)zirconium- 
dlchloride and ethylenebisindenylzirconiumdichloride. These compounds are commonly used together with modified 
aluminum compounds, typically methylaluminoxane. However, such a metallocene compound when brought into con- 

25 tact with a modified aluminoxane tends to suffer reduced catalytic activity due to its metal components (such as titanium, 
zirconium and hafnium) undergoing dimerization progressive with time. 

When metallocene compounds are measured in the liquid state for 1 H-NMR (nuclear magenetic resonance), there 
is observed a peak of hydrogen in the 5-member ring in the cyclopentadienyl, indenyl orfluorenyl structure. For instance, 
the hydrogen peak in bis(cyclopentadienyl)zirconiumdichloride may be observed where the chemical shift 5 is equal 

30 to 6.1 ppm and that in bis(1 ,3-dimethyIcyclopentadienyl)zirconiumdichloride is seen where 6 is equal to 6.0 ppm and/ 
or 5.7 ppm. In the case of bis(indenyl)zirconiumdich!oride, the hydrogen peak in the 5-member ring of the indenyl group 
is observed where 6 is equal to 6.3 ppm and/or 6.0 ppm. A similar peak may be monitored in ethylenebisindenylzlrco- 
niumdichloride where 5 is equal to 5.9 ppm, 6.1 ppm, 6.6 ppm and 6.8 ppm, respectively 

It has now been found that if 1 H-NMR analysis of a solution of a given metallocene compound failed to reveal the 

35 presence of hydrogen at the 5-member ring of the cyclopentadienyl, Indenyl or fiuorenyl group coordinated with its 
metal component, then the metallocene compound could be successfully contacted with a modified organoaluminum 
compound such as aluminoxane without encountering a reduction In the catalytic activity. It has also been found that 
the use of such metallocene compound as a catalyst component is conducive to the production of polymers having a 
high molecular weight and a wide molecular weight distribution and copolymers having a high molecular weight and a 

40 narrow composition distribution at an increased rate of yield even with use of reduced quantities of aluminoxane. 

According to a first aspect of the invention, there is provided a catalyst component for the polyemrization of olefinic 
hydrocarbons which comprises a modified metallocene compound derived from a starting metallocene compound of 
the formula 

^s 111111' 

R pMe^x\.pOrR\Me^X^ I 

wherein Me^ is a transition metal of Group IVa in the Periodic Table, R^ is a ligand selected from the group 
consisting of a cyclopentadienyl group, a substitued cyclopentadienyl group, an indenyl group, a substituted indenyl 

so group, a fiuorenyl group and a substituted fiuorenyl group, which may be bonded together through a C2-C-18 hydrocarbon 
group and/or a silylene group, said substituted cyclopnetadineyl, said substituted indenyl group and said substituted 
fiuorenyl group each having at least one hydrogen atom directly bonded to their respective 5-member rings, is a 
halogen atom, a hydrogen atom or a C-,-C24 hydrocarbon moiety, p is 1 < p < 4 and X''' is a C^-Cgo alkylldene group; 
said modified metallocene compound having a 5-member ring free of hydrogen peak in 1 H-NMR spectrum and said 

ss 5-member ring belonging to said ligand. 

According to a second aspect of the invention, there is provided a polymerization catalyst resulting from mutual 
contact of a modified metallocene compound with a modified organoaluminum compound having AI-O-AI bonds and/ 
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or borate and/or borane; said modified metallocene compound being derived from a starting metallocene compound 
of formula 

5 R^Me^xVpOrR^Me^^. I 

wherein Me^ is a transition metal of Group IVa in the Periodic Table, R"" is a ligand selected from the group 
consisting of a cyclopentadienyl group, a substitued cyclopentadienyl group, an indenyl group, a substituted indenyl 
group, a fluorenyl group and a substituted fluoirenyl group, which may be bonded together through a C2-C-,8 hydrocarbon 

10 group and/or a silylene group, said substituted cyclopnetadineyi, said substituted indenyl group and said substituted 
fluorenyl group each having at least one hydrogen atom directly bonded to their respective 5-member rings, is a 
halogen atom, a hydrogen atom or a C1-C24 hydrocarbon moiety, p is 1 < p < 4 and X^' is a C^-Cgo alkylidene group; 
said modified metallocene compound having a 5-member ring free of hydrogen peak in 1H-NMR spectrum and said 
5-member ring belonging to said ligand. 

15 According to a third aspect of the invention, there is provided a polymerization catalyst resulting from mutual contact 

of a metallocene compound with a modified organoaluminum compound having AI-O-AI bonds and/or borate and/or 
borane; said metallocene compound being represented by the formula 

20 R^pMe^x\.pOrR%Me^X^*' I 

wherein Me"" is a transition metal of Group IVa in the Periodic Table, R"" is a ligand selected from the group 
consisting of a cyclopentadienyl group, a substitued cyclopentadienyl group, an indenyl group, a substituted indenyl 
group, a fluorenyl group and a substituted fluorenyl group which may be bonded together through a C2'C^ q hydrocarbon 
group and/or a silylene group, said substituted cyclopnetadineyi, the substituted indenyl group and said substituted 
fluorenyl group each having at least one hydrogen atom directly bonded to their respective 5-member ring, X^ is a 
halogen atom, a hydrogen atom or a C-,-C24 hydrocarbon moiety, p is 1 < p ^ 4 and X""' is a G-|-C2() alkylidene group; 
said catalyst having a 5-member ring free of hydrogen peak in 1 H-NMR spectrum and said 5-member ring belonging 
to said ligand. 

30 According to a forth aspect of the invention, there is provided a process for the production of olefinic polymers or 

copolymers in the presence of either of the above catalysts. 

The inventive catalyst component comprises a modified metallocene compound derived from the metallocen com- 
pound (a) represented by the formula 



35 



50 



R^Me^X^pOrR^gMe^X^' I 



where R^ is a cyclopentadienyl group, a substituted cyclopentadienyl group, an indenyl group, a substituted indenyl 
group, a fluorenyl group or a substituted fluorenyl group, R^ may be bonded to another R^ through a C2-C18 hydrocarbon 
^0 group and/or a silylene group and the substituted cyclopentadienyl group, the substituted indenyl group and the sub- 
stituted fluorenyl group have at least one hydrogen atom bonded directly to the 5-member ring position. 

The substituents of the aforesaid substituted groups are C1-C24, preferably OyC^Q, more preferably 0^-0^2 hy- 
drocarbon groups including an alkyi group such as methyl, ethyl, propyl, isopropyl, butyl, t-butyl, pentyl, hexyl and octyl; 
an alkenyl group such as vinyl and allyl; an aryl group such as phenyl, tolyl and xylyl; and an aralkyi group such as 
benzyl, phenethyl, styryl and neophyl. 

The hydrocarbon group bonding R1 to another R"^ exemplarily includes an alkylene group such as methylene, 
ethylene, trimethylene and isopropynylene; an aryl-substituted alkylene group such as diphenylmethylene, methylphe- 
nylmethylene and ditolylmethylene; an alkenyl-substituted alkylen group such as divinylethylene and diallylmethylene; 
an aralky {-substituted alkylene group such as. benzyl, phenethyl, styryl and neophyl; and an alkylidene group such as 
methylidene, ethylidene, propylidene and isopropylidene. The silylene group exemplarily includes an alkyl-substituted 
silylene group such as dimethylsilylene and diethylsilylene; an aryl-substituted silylene group such as diphenylsilylene, 
methylphenyisilylene and ditolylsilylene; an alkenyl-substituted silylene group such as divinylsilylene and diallylsilylene; 
and an aralkyl-substituted silylene such as benzylsilylene, phenethylsilylene, styrylsilylene and neophylsilylene. 
Me^ in formula I is a transition metal of Group IVa in the Periodic Table such as zirconium, hafnium and titanium. 
X"" in formula I is a halogen atom such as chlorine, bromine, fluorine and iodine, a hydrogen atom or a C1-C24 
hydrocarbon moieties such as an alkyI group such as methyl group, ethyl group, propyl group, isopropyl group, butyl 
group, t-butyl group, pentyl group, hexyl group and octyl group; an alkenyl group such as vinyl group and allyl group; 



EP 0 768 320 A1 



an alkoxy group such as methoxy group, ethoxy group, propoxy group and butoxy group; an ary! group such as phenyl 
group, tolyl group and xylyl group and an aryloxy group such as phenoxy group; an aralkyi group such as benzyl group, 
phenethyl group, styryl group and neophyl group. 

X^' in formula I is a CI -020 alkylidene group such as nnethylidene, ethylidene and propylidene. 

p In fomnula I is an intger of between 1 and 4, preferably 1 and 3, 

The metallocene connpound (a) exemplarily and specifically includes cyciopentadienyltrimethyltitanium, methylcy- 
clopentadienyltrimethyititanium, 1,2-dimethylcyclopentadienyltrimethyltitanjum, 1,2,4-trimethylcyclopentadienyltrl- 
methyltitanium, 1,2,3,4-tetramethylcyclopentadienyltrimethyltitanium, cyclopentadienylmethyltitaniumdichloride, 
cyclopentadienyldimethyltitaniunnmonochloride, cyclopentadienyltitaniumtrimethoxide. cyclopentadienyltitaniumtri- 
ethoxide, cyclopentadienyltitaniumtripropoxide, cyclopentadienyltitaniumtriphenoxide, cyclopentadienyltitaniumtrich- 
loride, cyclopentadienylnnethoxytitaniunndichloride, cyclopentadienyldimethoxytitraniumchioride, cyclopentadienyl- 
trlbenzyltitanium, indenyltitaniunntrichloride, indenyltitaniumtrimethoxlde, indenyltitaniumtriethoxide, indenyltrimethyl- 
titanium, indenyltribenzyltitanium, cyclopentadienyltrimethylzirconium, methylcyclopentadienyltrimethylzirconium, 
1 ,2-dimethylcyclopentadienyltrlmethylzirconium, 1 ,2,4-trimethylcyclopentadienyltrlmethyIzirconium, 1 ,2,3,4-tetra- 
methyicyclopentadienyltrimethylzirconium, cyclopentadienylmethylzirconiumdtchloride, cyclopentadienylethylzirconi- 
umdlchloride,cyclopentadjenyldimethylzirconiummonochloride, cyclopentadienylzirconiumtrimethoxide.cyclopentadi- 
enylzirconlumtriethoxide, cyclopentadienylzirconiumtrlpropoxide, cyclopentadienylzirconiumtriphenoxide, cyclopen- 
cadienylzirconiumtrichloride, cyclopentadienylmethoxyzirconiumdichloride, cyclopentadienyldimethoxyzir- 
coniumchloride, cyclopentadienyltribenzylzirconium, indenylzirconiumtrichloride, indenylzirconiumtrimethoxide, Inde- 
nylzirconiumtriethoxide, indenyltrimethylzirconium, indenyltribenzylzirconium, cyciopentadienyltrimethylhafnium, 
methylcyclopentadienyltrimethylhafnium, 1 ,2-dlmethylcyclopentadienyltrimethylhafnium, 1 ,2,4-trimethylcyclopentadi- 
enyltrimethylhafnium, 1,2,3,4-tetramethylcyclopentadienyltrimethylhafnium, cyclopentadienylmethylhafnium- 
dichloride. cyclopentadienylethylhafniumdichloride, cyclopentadlenyldimethylhafniummonochloride, cyclopentadienyl- 
hafniumtrimethoxide, cyclopencadienylhafniumtriethoxide, cyclopentadlenylhafniumtripropoxide, cyclopentadienyl- 
hafniumtriphenoxide, cyclopentadienylhafniumtrlchloride, cyclopentadienylmethoxyhafniumdichloride, cyclopentadi- 
enyldimethoxyhafniumchloride, cyclopentadienyltribenzylhafnium, indenylhafniumtrichloride, indenylhafniumtrimeth- 
oxide, indenylhafniumtriethoxide, indenyltrimethylhafnium, indenyltribenzylhafnium, bis(cyclopentadienyl)dichlorotita- 
nium, bis(cyclopentadlenyl)methylchlorotttanium, bis(cyc!opentadienyl)dimethyltitanium, bis(cyclopentadienyl)ethoxy- 
chlorotitanium, bis(cyclopentadjenyl)propoxychlorotitanium, bis(cycIopentadienyl)phenoxychlorotitanium, bis(cy- 
clopentadienyl)diphenyltitanium, bis(cyclopentadienyl)titaniumdibenzyi, bis(cyclopentadienyl)titaniummono- 
chloromonohydride, bis(methylcyclopentadienyl)dimethyltitanium, tetracyclopentadienyltitanium, bis(indenyl)dichlo- 
rotitanium, bis(indenyl)dimethyltitanium, bis(cyclopentadienyl)dichlorozirconium, bis(cyclopentadienyl)methylchloro- 
zirconium, bls(cyclopentadienyl)dimethylzirconium, bis(cyclopentadienyl)diphenylzirconium, bis(cyclopentadienyl) 
dibenzylzirconium, bis(indenyl)dichlorozirconium, bis(indenyl)dimethylzirconium, bis(indenyl)diphenylzirconium, bis 
(indenyl)dibenzylzirconium, bis(methylcyclopentadienyl)dimethylzirconium, bis(cyclopentadienyl)zirconiummonochlo- 
romonohydride, bis(cyc!opentadienyl)zirconiumdibenzyl, tetracyclopentadienylzirconium, bis(cyclopentadienyl)ethox- 
ychlorozirconium, bis(cyclopentadienyl)propoxychlorozirconium, bis(cyclopentadienyl)phenoxychlorozirconium, bis 
(cyclopentadienyl)diphenylzirconlum, bis(cyclopentadienyl)monomethylmonohydridezirconium, bis(cyclopentadienyl) 
monophenylmonochloridezirconium, bis(cycIopentadienyl)dimethylhafnium, bis(cyclopentadienyl)dichlorohafnium, bis 
(cyclopentadienyl)methylchlorohafnlum, bis(cyclopentadienyl)phenyIchlorohafnium, bis(cyclopentadienyl)diphenyl- 
hafnium, bis(cyclopentadienyl)monochloromonohydridehafnium, bis{cyclopentadieny!)monomethy!monohydridehafni- 
um, bis(cyclopentadienyl)dibenzylhafnium, silyienebiscyciopentadienyltitaniumdichloride, dimethylsilylenebiscy- 
clopentadienyltitaniumdichloride, dimethylsilylenebiscyclopentadienyltitaniumdibromide, dimethylsilylenebiscyclopen- 
tadienyltitaniumdimethyl, dimethylsilylenebiscyclopentadienyltitaniumdiphenyl, dimethylsilylenebismethylcyclopenta- 
dienyltitaniumdichloride, dimethylsilylenebismethylcyclopentadienyltitaniumdibromide, dimethylsilyienebismethylcy- 
clopentadienyltitaniumdimethyl, dimethylsilyleneblsmethyicyclopentadienyltitaniumdiphenyl, phenylmethylsilylenebi- 
scyclopentadienyltitaniumdichloride, phenylmethylsilylenebiscyclopentadienyltitaniumdibromide, phenylmethyisi- 
lylenebiscyclopentadienyltitaniumdimethyl, phenylmethylsilylenebiscyclopentadienyltitaniumdiphenyl, phenylmethyls- 
ilylenebismethylcyclopentadienyltitaniumdichloride, phenylmethylsilylenebismethylcyclopentadienyltitaniumdibro- 
mide, phenylmethylsilylenebismethylcyclopentadienyltitaniumdimethyl, phenylmethylsilylenebismethyl- 

cyclopentadienyltitaniumdiphenyl, diphenylsilylenebiscyclopentadienyltitaniumdichloride, diphenylsilylenebiscy- 
clopentadienyltitaniumdlbromide, diphenylsilylenebiscyclopentadienyltitaniumdimethyl, diphenylsilylenebiscyclopen- 
tadienyltitaniumdiphenyl, diphenylsilyleneblsmethylcyclopentadienyltitaniumdichloride, diphenylsilylenebismethylcy- 
clopentadienyltitaniumdibromide, diphenylsilylenebismethylcyclopentadienyltitaniumdimethyl, diphenylsilylenebis- 
methylcyclopentadienyltitaniumdiphenyl, disilylenebiscyclopentadienyltitantumdichloride, bisdimethylsilylenebiscy- 
clopentadienyltitaniumdichloride, silylenebiscyclopentadienylzirconiumdichloride, sllylenebismethylcyclopentadi- 
enylzlrconiumdichloride, dimethylsilylenebiscyclopentadienylzirconiumdichioride, dimethylsilylenebiscyclopenta- 
dienylzirconiumdibromide, dimethylsilylenebiscyciopentadienylzirconlumdimethyl, dimethylsilylenebiscyclopenta- 
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dienylzirconiumdiphenyl, dimethylsilylenebismethylcyclopentadienylzirconiumdichloride, dimethylsilylenebis- 
methylcyclopentadienylzirconiumdibromide, dimethylsilylenebismethylcyclopentadienylzirconiumdimelhyl, dimethyls- 
ilylenebismethylcyclopentadienylzirconiumdiphenyl, phenylmethylsilylenebiscyclopentadienylzirconiumdichloride, 
phenylmethylsilylenebiscyclopentadienylzlrconiumdibromide, phenylmethylsilylenebiscyclopentadienylzirconium- 
dimethyl, phenylmethylsilylenebiscyclopentadienylzirconiumdiphenyl, phenylmethylsilylenebismethylcyclopentadi- 
enylzirconiumdichloride. phenylmethylsilylenebismethylcyclopentadienytzirconiumdibromide, phenylmethylsilylenebi- 
smethylcyclopentadienylzirconiumdimethyl, phenylmethylsllylenebismethylcyclopentadienylzirconiumdiphenyl, diphe- 
nylsilylenebiscyclopentadienylzirconiumdichloride, diphenylsilylenebiscyclopentadlenylzlrconiumdibromide, diphe- 
nylsilylenebiscyclopentadienylzirconiumdlmethyl, diphenylsilylenebiscyclopentadlenylzirconiumdiphenyl. diphenylsi- 
lylenebismethylcyclopentadienylzirconiumdichloride, diphenylsilylenebismethylcyclopentadienylzlrconiumdibromide, 
diphenylsilylenebismethylcyclopentadienylzlrconlumdimethyl, diphenylsilylenebismethylcyclopentadienylzirconium- 
diphenyl, disilylenebiscyclopentadienylzlrconiumdichloride, bisdimethylsilylenebiscyclopentadienylzlrconiumdichlori- 
de, sitylenebiscyclopentadienylhafniumdichloride, silylenebismethylcyclopentadienylhafniumdichloride, 
dimethylsilylenebiscyclopentadienylhafniumdichlorlde, dimethylsilylenebiscyclopentadienylhafniumdibromide, dime- 
thylsilylenebiscyclopentadienylhatnlumdimethyl, dimethylsilyleneblscyclopentadienylhatniumdiphenyl, dlmethylsi- 
lylenebismethylcyclopentadienylhafniumdichloride, dimethylsilylenebismethylcyclopentadienylhafniumdibromide, 
dimethylsilytenebismethylcyclopentadienylhafniumdimethyl, dimethyisilylenebismethylcyclopentadienylhafnlum- 
diphenyl, phenylmethylsilylenebiscyclopentadienylhafniumdichloride, phenylmethylsilylenebiscyclopentadienylhafni- 
umdibromide, phenylmethylsilylenebiscyclopentadienylhafniumdimethyl, phenylmethylsilylenebiscyclopentadienyl- 
hafniumdiphenyl, phenylmethylsilylenebismethylcyclopentadienylhafniumdichlorlde, phenylmethylsilylenebismethyl- 
cyclopentadienylhafniumdibromide, phenylmethylsilylenebismethylcyclopentadienylhafniumdimethyl, phenylmethylsi- 
lylenebismethylcyclopentadienylhafniumdiphenyl, diphenylsilylenebiscyclopentadienylhafniumdichloride, diphenyl- 
silylenebiscyclopentadienylhafniumdibromlde, dlphenylsilylenebiscyclopentadienylhafniumdlmethyl, diphenyl- 
silylenebiscyclopentadienylhafniumdiphenyl, diphenylsilylenebismethylcyclopentadienylhafniumdichiorlde, diphenyls- 
ilylenebismethylcyclopentadienylhafniumdibromide, diphenylsilylenebismethylcyclopentadienylhafniumdimethyl, 
diphenylsilylenebismethylcyclopentadienylhafniumdiphenyl, disilylenebiscyclopentadienylhafniumdichloride, bisdi- 
methylsilylenebiscyclopentadienylhatniumdichloride, ethylenebisindenyltitanjumdichloride, ethylenebisindenyltitani- 
umdibromide, ethyleneblsindenyltitaniumdimethyl, ethyleneblsindenyltitaniumdibenzyl, ethylenebisindenyltitaniumdi- 
hydride, ethylenebisindenyltitaniumhydridemethyl, ethylenebisindenyltitaniumhydridechloride. ethyleneblsindenyltita- 
niumdihydridebenzyl, ethylenebisindenylzirconiumdichloride, ethylenebisindenylzicconiumdibromide, ethylenebl- 
sindenylzlrconiumdimethyl, ethylenebisindenylzirconiumdibenzyl, ethylenebisindenylzirconiumdihydride, ethylenebi- 
sindenylzirconiumhydridemethyl. ethylenebisindenylzirconiumhydridechloride, ethylenebisindenylzirconiumhy- 
dridebenzyl, ethylenebisindenylhafniumdichloride, ethylenebisindenylhafniumdibromide, ethylenebisindenylhafnium- 
dimethyl, ethylenebisindenylhafniumdibenzyl, ethylenebisindenylhafniumdihydride, ethylenebisindenylhafniumhy- 
dridemethyl, ethylenebislndenylhafniumhydridechloride, ethylenebisindenylhafniumhydridebenzyl, 

ethylenebistetrahydroindenyltitaniumdichloride. ethylenebistetrahydroindenyltltaniumdimethyl, ethylenebistetrahy- 
droindenyltitaniumdihydride, ethylenebistetrahydroindenyltitaniumhydridechloride, ethylenebistetrahydroinde- 
nylzirconiumdichloride, ethylenebistetrahydroindenylzirconiumdlmethyl, ethyleneblstetrahydroindenylzirconium- 
dibenzyl, ethylenebistetrahydroindenylzirconiumdihydride, ethylenebistetrahydroindenylzirconiumhydridemethyl, 
ethylenebistetrahydroindenylzirconrumhydridechloride, ethylenebistetrahydroindenylzirconiumhydridebenzyl, 
ethylenebjstetrahydroindenylhafniumdichloride, ethylenebistetrahydroindenylhafniumdimethyl, ethylenebistetrahy- 
droindenylhafniumditolyl. ethylenebistetrahydroindenylhafniumdihydride, ethylenebistetrahydroindenyl- 
hafniumhydridechloride, dimethylsilylenebisindenyltitaniumdichloride, dimethylsilylenebislndenyltitaniumdimethyl, 
dimethylsilylenebisindenyltitaniumdibenzyl, dimethylsilylenebisindenyltitaniumdihydride, dimethylsilylenebislndenylti- 
taniumhydridechloride, diphenylsilylenebisindenyltitanlumdichloride, diphenylsilylenebisindenyltitaniumdimethyl. 
diphenylsilylenebisindenyltitaniumdibenzyl, diphenylsilyleneblsindenyltltaniumdihydride, dlphenylsilylenebisindenylti- 
taniumhydridechloride, isopropylidenebiscyclopentadienyltitaniumdichloride, isopropylidenebiscycbpentadi- 
enyltitaniumdimethyl, isopropylidenabiscyclopentadienyltilaniumdiphenyl, osopropylidenebiscyclopentadl- 
enyltitanlumdibenzyl, Isopropylidenebiscyclopentadienyltitaniumdihydride, isopropylidenebiscyclopentadi- 
enyltltaniumhydridechloride, dimethylsilylenebisindenylzirconiumdichloride, dimethylsilyleneblsindenylzir- 
coniumdibromide, dlmethylsilylenebisindenylzirconiumdimethyl, dimethylsilylenebisindenylzirconiumdiphenyl. 
dimethylsilylenebisindenylzirconiumdibenzyl, dimethylsilylenebisindenylzirconiumdineophyl, dimethylsilylenebisinde- 
nylzirconiumditolyl, dlmethylsilyienebisindenylzirconiumdihydride, dimethylsilylenebisindenylzirconiumhydridemethyl, 
dimethylsilylenebisindenylzirconiumhydridechloride, dimethylsilylenebisindenylzlrconiumhydridebenzyl, diphenyl- 
silylenebisindenylzirconiumdichloride, diphenylsilylenebisindenylzirconiumdibromide, diphenylsitylenebisindenylzir- 
coniumdimethyl, diphenylsilylenebisindenylzirconiumdiphenyl, diphenylsilylenebisindenylzirconiumdibenzyl, 
diphenylsilylenebisindenylzirconiumdineophyl, diphenylsilylenebisindenylzirconiumditolyl, diphenylsilylenebisinde- 
nylzirconiumdihydride, diphenytsiiylenebisindenylzirconiumhydridemethyl, diphenylstlylenebisindenylzir- 
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coniumhydridechloride, diphenylsilylenebisindenylzirconiumhydridebenzyl, isopropylidenebiscyclopentadi- 
enylzirconiumdichloride, isopropylidenebincyclopentadienylzirconiumdibromlde, isopropylldenebiscyclopentadi- 
enylzirconiumdimethyl, isopropylidenebiscyclopentadienylzirconiumdiphenyl, isopropylidenebiscyclopentadi- 
enylzirconiumdibenzyl, isopropylidenebiscyclopentadienylzirconiumdineophyl, jsopropylidenebiscyclopentadi- 
enylzirconiumditoiyl, isopropylldenebiscyclopentadienylzirconiumdihydride, isopropylidenebiscyclopentadi- 
enylzirconiumhydridemethyl, isopropylidenebiscyclopentadienylzirconiumhydridechloride, isopropylidenebiscyclo- 
pentadienylzirconiumhydridebenzyl. dimethylsilyleneblsindenylhafniumdichloride, dimethylsllylenebisindenylhaf- 
nlumdimethyl, dimethylsilylenebisindenylhafniumdibenzy! dimethylsilylenebisindenylhafniumdihydride, dimethylsi- 
lylenebisindenylhafniumhydridechloride, diphenylsilylenebisindenylhafniumdichloride, diphenylsilylenebisindenylhaf- 
niumdimethyl, diphenylsilylenebisindenylhafniumdibenzyl, diphenylsilylenebisindenylhafniumdihydride, diphenyl- 
silylenebisindenylhafniumhydridechloride, isopropylideneblscyclopentadienylhafniumdichloride, isopropylidenebiscy- 
clopentadienylhafniumdimethyl, isopropylidenebiscyclopentadienylhafniumdibenzyl, isopropylidenebiscyclopentadi- 
enylhafniumdihydride, isopropylidenebiscyclopentadienylhafniumhydridechloride, bisfluorenyltitaniumdichloride, bis- 
fluorenyltitaniumdimethyl, bisfluorenyltltaniumdihydride, bisfluorenylzirconiumdichlorlde, bisfluorenylzirconiumdibro 
mide, bisfluorenylzirconiumdimethyl, bisfluorenylzirconiumdihydride, bisfluorenylzirconiumhydridemethyl, bisfluore- 
nylzirconiumhydridechloride, bisfluorenylzirconiumhydridebenzyi, bisfluorenyldiphenylzirconium, bisfluorenyldiben- 
zylzirconium, bisfluorenylhafniumdichloride, bisfluorenylhafniumdimethyl, bisfluorenylhafniumdihydride, diphenyl- 
methyIene(cyclopentadleny!)indenyltitaniumdlchloride, dlphenylmethylene(cyclopentadienyl)fluorenyltitaniumdichlo- 
ride, diphenylmethylene(indenyl)fluorenyltitaniumdichIoride, isopropylidene(cyclopentadienyl)indenyltitaniunndichlo- 
ride, jsopropylidene(cyclopentadienyl)fluorenyltitaniumdichlortde, isopropylidene(indenyl)fluoreny!titaniumdichloride, 
ethylene(cyclopentadienyl)indenyltitan{umdichloride, ethylene(cyclopentadienyl)fluorenyltitaniumdichloride, dimethyl- 
si!yIene(cycIopentadienyl) indenyltitaniumdichloride, dlmethylsi!ylene(cyclopentadienyl)fluorenyltitaniumdichloride, 
dlmethylsilylene(indenyl)fluoreny!titaniumdichloride, diphenylsilylen0(cyclopentadienyl)indeny!titaniumdichloride, 
dipheny!sj!ylene(cyclopentadienyl)f!uorenyltitaniumdichloride, diphenylsilylene(indenyl)fluoreny[titaniumdich!oride, 
diphenylmethylene(cyclopentadienyl)indenyltitaniumdimethyl, diphenylmethyIene(cyc!opentadienyl)f!uorenyltitanium- 
dlmethyl, diphenylmethy!ene(indenyl)fluorenyltitaniumdimethyl, isopropylidene(cyclopentadienyl)indenyltitanium- 
dimethyl, isopropyljdene(cyclopentadienyl)fluorenyltitaniumdimethyl, isopropylldene(indenyl)fluorenyltitaniumdime- 
thyl, ethy!ene(cyc!opentadienyl)indenyltitaniumdimethyl, ethylene(cycIopentadienyl)fluorenyltitaniundlmethyl, dtmeth- 
ylsilylene(cycIopentadienyl)indenyltitaniumdimethyI, dimethy!silylene(cyclopentadienyl)fluorenyItitaniumdimethyl, 
dimethylsily!ene(indenyl)fluorenyltitaniumdimethyl, diphenylsilylene(cyclopentadienyl)indenyltitaniumdimethyl, diphe- 
nylsilylene(cyclopentadienyl)fluorenyltitaniunndimethyl, diphenyIsilylene(indenyl)fluorenyltitaniumdimethyl, diphenyl- 
methylene(cycIopentadienyl)indenylzirconiumdichIoride, diphenylmethylene(cyclopentadieny!)fluorenylzirconium- 
dichloride, dlphenylmethylene(indenyl)fluorenylzirconlumdichloride. isopropylidene(cyclopentadienyl)indenylzirconi- 
umdichloride, isopropylidene(cyclopentadienyl)fluorenylzirconiumdlchloride, isopropyIidene(lndenyl)fluorenylzirconi- 
umdichloride, ethylene(cyclopentadienyl)indenylzirconiumdichloride. ethylene(cyclopentadienyl)fluorenylzirconium- 
dichloride, dimethylsilylene(cyclopentadienyl)indenylzjrconiumdichloride, dimethyIsiIylene(cyclopentadienyl)fluore- 
nylzirconiumdichloride, dimethylsilylene(indenyl)fluorenylzirconiumdichloride, diphenylsilylene(cycIopentadienyl)inde- 
nylzirconiumdichloride. diphenylsilylene(cyclopentadienyl)fluorenylzirconiumdichlorjde. diphenylsilylene(indenyl)flu- 
orenylzirconiumdichloride, diphenylmethylene(cyclopentadienyl)indenylzirconiumdimethyl. diphenylmethylene 
(cyclopentadienyl)fluorenylzirconiumdimethyl, diphenylmethylene(indenyl)fluorenylzirconiumdimethyl, isopropylidene 
(cyclopentadienyl)indenylzirconiumdjmethyl, jsopropylidene(cyclopentadienyl)fluorenylzjrconjumdimethyl, Isopropyli- 
dene(indenyl)fluorenylzirconiumdimethyl. ethylene(cyclopentadienyl)indenylzirconiumdimethyl, ethylene(cyclopenta- 
dienyl)fluorenylzirconiumdimethyl. dimethylsilylene(cyclopentadieny!)indenylzirconiumdimethyl, dimethylsilylene(cy- 
c!opentadienyl)fluorenylzirconiumdimethyl, dimethylsilylene(indenyl)fIuorenylzirconiumdimethyl, diphenylsilylene(cy- 
clopentadienyl)lndenylzirconiumdimethyl, diphenylsilylene(cyclopentadienyl)fluorenylzirconiumdimethyl, diphenylsi- 
lylene(indenyl)fluorenylzirconiumdimethyl, diphenylmethylene(cyclopentadienyl)indenylhafniumdichloride, diphenyl- 
methylene (cyclopentadienyl)fluorenylhafniunndichioride, diphenylmethylene(indenyl)fluorenyIhafniumdichloride. Iso- 
propylidene(cyclopentadienyl)indenylhafniumdichloride, isopropylidene(cyclopentadienyl)fIuorenylhafniumdlchloride, 
isopropy!ldene(lndenyl)fluorenylhafniumdlchIoride, ethylene(cyclopentadienyl)indenylhafniumdichloride, ethy!ene(cy- 
clopentadienyl)fluoreny!hafniumdichlorlde, dimethylsilyIene(cyc!opentadienyl)indenylhafniumdichloride, dimethylsi- 
lylene(cyclopentadienyl)fluorenylhafniumdichloride, dimethylsilylene(indenyl)fluorenylhafniumdichloride, diphenylsi- 
lylene(cyclopentadienyl)indenylhafniunndichloride, diphenylsilylene(cyclopentadienyl)fluorenylhafniunndlchloride, 
diphenylsily!ene(indenyl)f(uorenylhafnlumdichloride. dipheny!methylene(cyc!opentadienyl)indeny!hafniumdimethyl. 
diphenylmethylene(cyclopentadienyl)fluorenyihafniumdimethyl. diphenylmethylene(indenyI)fluorenylhafnlumdlme- 
thyl, isopropylidene(cyclopentadienyl)indenylhafniumdimethyl, isopropylidene(cyclopentadienyl)fluorenylhafnium- 
dimethyl, isopropylidene(indenyl)fluorenyIhafniumdimethyl, ethylene(cyclopentadienyl)lndenylhafniumdimethyl, ethyl- 
ene(cyclopentadienyl)fluorenylhafniumdimethyl.dimethylsjlylene(cyc!opentadienyl)indeny dimethyl- 
silyIene(cyclopentadienyl)fluorenylhafnlumdimethyl, dlmethylsilylene(indenyl)fluorenylhafniumdimethyl, dlphenylsi- 



EP 0 768 320 A1 



lylene(cyclopentadienyl)indenyIhafniumdimethyl, diphenylsilylene(cyclopentadienyl)fluorenyIhafniumdimethyl, diphe- 
nylsilylene(indenyl)fluorenylhafnlumdimethyl, dlphenylmethylene(methylcyclopentadienyl)indenylzirconiumdichlorlde, 
diphenylmethylene(methy!cyclopentadienyl)fluorenylzirconiumdichloride, diphenylmethylene(methylindenyl)fluore- 
nylzirconiumdichloride, isopropylidene(methylcyclopentadienyl)indenylzirconiumdichloride, isopropyIidene(methylcy- 
clopentadienyl)fluorenylzirconlumdichloride, isopropylidene(methylindenyl)fluorenylzirconiumdichloride, ethylene 
(methylcyclopentadienyl)indenylzirconiumdichloride, ethylene(methylcyclopentadienyl)fluorenyizirconiumdichloride, 
dimethylsilylene(methylcyclopentadienyl)indenyIzirconiumdichloride. dlmethylsilylene(methy!cyclopentadienyl)fluore- 
nylzirconiumdichloride, dimethyIsilylene(melhylindenyl)fluorenylzlrconlumdichloride, diphenylsilylene(methylcy- 
clopentadienyl)indenylzirconiunndichloride. diphenylsilylene(methylcyc!opentadienyl)fluorenylzirconiumdichloride, 
diphenylsilylene(methyIindenyI)fiuorenylzirconiumdichloride, diphenylmethylene(methylcyclopentadienyl)indenylzir- 
conlumdimethyl, diphenylmethy!ene(methylcyclopentadienyl)fluorenylzirconiurndimethyl, diphenylmethy!ene(methyl- 
indenyOfluorenylzirconlumdimethyl, isopropylidene(methylcyclopentadienyl)indenylzirconiumdimethyL, isopropyli- 
dene(methylcyclopentadienyl)fluorenylzirconiumdimethyl, isopropylidene(methylindenyI)fluorenylzirconiumdimethyI, 
ethylene(methylcyclopentadieny!)indenylzirconiumdimethyl, ethylene(methylcyclopentadienyl)fluorenylzlrconium- 
dimethyl, dimethylsilylene(methylcyclopentadienyl)indenylzirconiumdimethyl, dimethylsilylene(methylcyclopentadi- 
enyl)fluorenylzirconiumdimethyl, dimethylsilylene(methylindenyl)fIuorenylzirconiumdimethyl, diphenylsilylene(methyl- 
cyclopentadlenyl)indenyizirconiumdimethyl, dipheny!si!yIene(methylcyclopentadienyI)fluorenylzirconiumdimethyl, 
diphenylsilylene(methylindenyl)fluorenylzirconiumdimethyl, diphenyImethylene(dimethylcyclopentadienyl)jndenylzir- 
coniumdichloride, djphenylmethylene(dimethylcyc!opentadienyl)fluorenylzirconiumdichloride, diphenylmethylene 
(dimethylindenyl)fluorenylzirconlumdichloride, isopropylidene(dimethylcycIopentadienyl)indenylzirconiumdichloride, 
lsopropylidene(dimethylcyclopentadienyl)fluorenylzirconiumdichloride, isopropylidene(dimethylindenyl)fluorenylzirco- 
niumdichloride, ethylene(dimethyIcyc(opentadienyl)indenylzlrconiumdichloride, ethylene(dimethylcyclopentadienyl) 
fluorenylzirconiumdichloride, dlmethylsllylene(dimethylcyclopentadienyl)indenylzirconlumdlchloride, dimethylsilylene 
(dimethyIcyclopentadienyl)f!uorenylzirconiumdichlorlde, dinnethylsilyIene(dimethy!indenyl)fluorenylzirconiumdichlo- 
ride, diphenylsilytene{dlmethylcyclopentadienyl)indenylzirconiumdlchloride, dipheny!silylene(dimethylcyclopentadi- 
enyl)fluorenylzirconiumdlchloride, dlphenylsiIylene(dlmethyllndenyl)fluorenylzirconlumdichloride, diphenylmethylene 
(dimethylcyclopentadienyl)indenylzirconiumdimethyl, diphenylmethylene(dimethylcyclopentadienyl)fluorenylzirconi- 
umdimethyl, diphenylmethylene(dimethylindenyl)fluorenylzirconiunndimethyl, isopropylldene{dimethylcyclopentadi- 
enyl)indenylzirconiumdimethyl, lsopropylidene(dimethylcyclopentadienyl)fluorenylzirconiumdimethyl, isopropylidene 
(dlmethylindenyl)fluorenylzirconiumdimethyl, ethylene(dimethylcyclopentadienyl)indenylzirconiumdinnethyl, ethylene 
(dlmethylcyclopentadienyl)fluorenylzirconiumdimethyl, dlmethylsilylene(dimethylcyc!opentadienyl){ndenylzirconium- 
dlmethyl, dimethylsllylene(dinnethylcyclopentadienyl)fluorenylzirconiumdimethyl, dimethy!sily!ene(dimethylindenyl)flu- 
orenylzirconiumdimethyl, diphenylsilylene(dimethylcyclopentadienyl)indenylzirconiunndimethyl, diphenylsllylene 
(dimethylcyclopentadienyl)fluorenylzirconiumdimethyl, dlpheny!silylene{dimethylindenyl)fluorenylzirconiumdinaethyl, 
bis(cyclopentadlenyl)methyIidenetltanium, bis(methylcyclopentadienyl)methy!idenetitanium, bis(indenyl)methyli- 
denetitanium, ethylenebisindenylmethylidenetitanium, dimethylsilylenebiscyclopentadienylmethylidenetitanium, bis 
(cyclopentadienyl)propylidenetitaniunD, bis(methylcycIopentadjenyl)propylidenetitanium, bls(indenyl)propylidenetitani- 
um, ethyienebisindenylpropylidenetitanium, dimethylsilylenebiscyclopentadjenylpropylidenetitanium, bis(cyclopenta- 
dienyl)methylidenezirconium, bis(nnethy!cyclopentadienyl)nnethylidenezirconium, bis(indenyl)methylidenezirconiunn, 
ethylenebisindenylmethylldenezirconium, dimethylsilylenebiscyclopentadienylnDethylidenezirconium, bis(cyclopenta- 
dienyl)propylidenezlrconium, bis(methylcyclopentadienyl)propy(idenezirconium, bis(indenyl)propyljdenezirconlunn, 
ethylenebisindenyipropylidenezirconium, dimethylsilylenebiscyclopentadienylpropylidenezirconium, bis(cyc!opentadi- 
enyl)methylidenehafnium, bis(naethylcyclopentadienyl)methylidenehafnium, bls(indenyl)methylidenehafnium, ethyl- 
enebisindenylmethylidenehafnium, dimethylsilylenebiscyclopentadlenylmethylidenehafnium, bis(cyclopentadiGnyl) 
propylidenehafnium, bls(methylcyclopentadjenyl)propyl}denehafnium. bjs(indenyl)propylidenehatnium, ethylenebi- 
sindenylpropylidenehafnlunn and dimethylsilylenebiscyclopentadienylpropylidenehafnium. 

Preferred among these compounds are bisindenyldlmethylzirconium, bisindenyldiphenylzirconium, bisindenyl- 
dlchlorozlrconium, bislndenyldibenzylzirconium, bisfluorenyldimethylzirconium. bisfiuorenyldiphenylzirconium, bisflu- 
orenyldlchlorozirconrum, bisfluorenyldibenzylzirconium, biscyclopentadlenyldimethylzirconium, biscyclopentadienyld- 
Iphenylzirconium, biscyclopentadienyldichlorozirconlum and biscyclopentadienyldibenzylzirconium. 

Two or more of the above compounds may be used In combination. 

In the preparation of the Inventive catalyst component, the metallocen compound (a) represented by formula I may 
be used in combination with more than one of the following components. 



(b) a compound represented by the formula 
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Me^R^(OR^)„X^2-m-n II 

(c) an organocyclic compound having two or more conjugated double bonds 

(d) an inorganic and/or particulate polymer carrier. 

Me2 In the formula !l Is an element of Groups I - III, preferably Groups II - II) in the Periodic Table, specifically is 
selected from the group consisting of lithium, sodium, potassium, magenesium, calcium, zinc and aluminum. 

R2 and each are C1-C24. preferably C-,-C-,2. rnore preferably C^-Cs straight or branched hydrocarbon groups 
including an alkyi group such as methyl group, ethyl group, propyl group, isopropyl group.cyclopropyl group, butyl 
group, isobutyl group, tert-butyl group, cyclobutyl group, pentyl group, isopentyl group, neopentyl group, cyclopentyl 
group, hexyl group, isohexyl group, cyclohexyl group, heptyl group and octyl group; an alkenyl group such as vinyl 
group and ally! group; an aryl group such as phenyl group, tolyl group, xylyl group, mesity! group, indenyl group and 
naphthyl group and an aralkyi group such as benzyl group, trityl group, phenethyl group, styryl group, benzhydryl group, 
phenylbutyl group, phenylpropyl group and neophyl group. 

X2 is a halogen atom such as fluorine, iodine, chlorine and bromine or a hydrogen atom. Provided that is an 
hydrogen atom, Me^ is an element of Group III in the Periodic Table. 

z is a valence 0I Me^, m and n are 0 < m < z, 0 :^ n <z and 0 < m+n <, z. 

The component (b) exemplarily and specifically includes methyllithium, ethyllithium, n-propyllithlum, isopropyllith- 
ium, n-butyllithium, t-butyllithium, pentyllithium, octyllithlum, phenyllithium, benzylllthium, dimethylmagnesium, diethyl- 
magnesium, din-propylmagnesium,diisopropylmagnesium, din-butyimagnesium, dit-butylmagnesium, dipentylmagne- 
sium, dioctylmagnesium, diphenylmagnesium, dibenzylmagnesium, methylmagnesiumchloride, ethylmagnesiumchlo- 
ride, n-propylmagnesiumchloride, isopropylmagnesiumchloride, n-butylmagnesiumchloride, t-butylmagnesiumchlo- 
ride, pentylmagnesiumchloride, octylmagnesiumchlorlde, phenylmagnesiumchloride, benzylmagnesiumchloride, 
methylmagnesiumbromide, methylmagnesiumiodlde, ethylmagnesiumbromide, ethylmagnesiumiodide, niDropylmag- 
nesiumbromide, n-propylmagnesiumiodide. isopropylmagnesiumbromide, Isopropylmagnesiumiodide, n-butylmagne- 
siumbromide, n-butylmagnesiumiodide, t-butylmagnesiumbromide, t-butylmagnesiumiodide, pentylmagnesiumbro- 
mide, pentylmagnesiumiodide, octylmagnesiumbromide, octylmagnesiumiodide, phenylmagnesiumbromide, phenyl- 
magnesiumiodide, benzylmagnesiumbromide, benzylmagnesiumiodide, dimethylzinc, diethylzinc, din-propylzinc, di- 
isopropylzinc, din-butylzinc, dit-butylzinc, dipentylzinc, dioctylzinc, diphenylzinc, dibenzylzinc, trimethylaluminium, tri- 
ethylaluminium, diethylaluminiumhydride, diethylaluminiumchloride, diethylaluminiumbromide, diethylaluminiumfluo- 
ride, diethylaluminiumiodide, ethylaluminiumdichloride, ethylaluminiumdibromide, ethylaluminiumdifluoride, ethylalu- 
miniumdiiodide, tripropylaluminium, dipropylaluminiumhydride, dipropylaluminiumchloride, dipropylaluminiumbromide, 
dipropylaluminiumfluoride, dipropylaluminiumiodide, diisobutylaluminiumhydride, propylaluminiumdichloride, propyla- 
luminiumdibromlde.propylaluminiumdifluoride, propylaluminiumdiiodide, triisopropylaluminium, diisopropylaluminium- 
chloride. diisopropylaluminiumbromide, diisopropylaluminiumfluoride, diisopropylaluminiumiodide, ethylaluminium- 
sesquichloride, ethylaluminiumsesquibromide, propylaluminiumsesquichloride, propylaluminiumsesquibromide, n- 
butylaluminiumsesquichloride, n-butylaluminiumsesquibromide, isopropylaluminiumdichloride, isopropylaluminiumdi- 
bromide, isopropylaluminiumdifluoride, isopropylaluminiumdiiodide, tributylaluminium, dibutylaluminiumchloride, dib- 
utylaluminiumbromide, dibutylaluminiumfluoride, dibutylaluminiumiodide, butylaluminiumdichloride, butylaluminiumdi- 
bromide, butylaluminiumdifluoride, butylaluminiumdiiodide, tri-sec-butylaluminlum, di-sec-butylaluminiumchloride, di- 
sec-butylaluminiumbromide, di-sec-butylaluminiumfluoride, di-sec-butylaluminiumiodide, sec-butylaluminiumdichlo- 
ride, sec-butylaluminiumdibromide, sec-butylaluminiumdifluoride, sec-butylaluminiumdiiodide, tri-tert-butylaluminium, 
di-tert-butylaluminiumchloride, di-tert-butylaluminiumbromlde, di-tert-butylaluminiumfluoride, di-tert-butylalumlniumio- 
dide, tert-butylaluminimdichloride. tert-butylaluminiumdibromide, tert-butylaluminiumdifluoride, tert-butylaluminiumdii- 
odide, triisobutylaluminium, diisobutylaluminiumchloride, dlisobutylaluminiumbromide, diisobutylaluminiumfluorlde, di- 
isobutylaluminiumiodide, isobutylaluminiumdichloride, isobutylaluminiumdibromide, isobutylaluminiumdifluoride, iso- 
butylaluminiumdiiodide, trihexylaluminium, dihexylaluminiumchloride, dihexylaluminiumbromide, dihexylaluminiumflu- 
oride, dihexylaluminiumiodide, hexylaluminiumdichloride, hexylaluminiumdibromide, hexylaluminiumdifluoride, hexy- 
laluminiumdilodide, tripentylaluminium, dipentylaluminiumchloride, dipentylaluminiumbromide, dipentylaluminiumfluo- 
ride, dipentylaluminiumiodide, pentylaluminiumdichioride, pentylaluminiumdibromide, pentylaluminiumdifluoride, 
pentylaluminiumdiiodide, tridecylaluminium, methylaluminiumdimethoxide, methylaluminimdiethoxide, methylalumini- 
umdipropoxide, methylaluminiumdibutoxide, dimethylaluminiummethoxide, dimethylaluminiumethoxide, dimethylalu- 
miniumpropoxide, dimethylaluminiumbutoxide, ethylaluminiumdimethoxide, ethylaluminiumdiethoxide, ethyialumini- 
umdipropoxide, methylaluminiumdibutoxide, diethylaluminiummethoxide,diethylaluminiumethoxide, diethylalumini- 
umpropoxide, diethylaluminiumbutoxide, propylaluminiumdimethoxide, propyialuminiumdiethoxide, propylaluminium- 
dipropoxide, mpropylaluminiumdibutoxide, dipropylaluminiummethoxide, dipropylaluminiumethoxide, dipropylalumin- 
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iumpropoxide, dipropylaluminlumbutoxide, butylaluminiumdimethoxide. butylaluminiumdiethoxide, butylaluminium- 
dipropoxide, butylaluminiumdibutoxide, dibutylaluminiummethoxide, dibutylaluminiumethoxide. dibutylaluminiumpro- 
poxide, dibutylaluminiumbutoxide, dimethylaluminiumhydride, diethylalumlniumhydride. dipropylaluminiumhydride, di- 
isopropylaluminiumhydride, dibutylaluminiumhydrlde, diisobutylaluminiumhydride, dihexylaluminiumhydride, 
dicyclohexylaluminiumhydride, methylaluminiumdihydride, ethylalumlnlumdihydride,propylaluminiumdihydride, iso- 
propylalumlniumdihydride, butylaluminiumdihydride, isobutylaluminiumdihydride, hexylaluminiumdihydride and cy- 
clohexylaluminiumdihydride. 

Two or more of the above compounds may be used in combination. Preferred among the above compound (b) are 
trimethylaluminium, triethylaluminlum, diethylaluminiumchloride, tripropylalumlnium.triisopropylaluminium, tributylalu- 
minium, tri-sec-butylaluminlum, tri-tert-butylaluminium, triisobutylaluminium, trihexylaluminium. tripentylaluminium. di- 
isobutylaiuminlumhydride and tridecylaluminium. 

The compound (c) is an organocycllc compound having more than two conjugated double-bonds. Eligible for use 
as the compound (c) are as follows: 

1) a cyclic hydrocarbon compound having one or more rings having more than two, preferably two to four, more 
preferably two to three conjugated double-bonds and a total carbon number of 4 - 24, preferably 4-12. 

2) a cyclic hydrocarbon compound similar to the aforesaid hydrocarbon compound which is partially substituted 
by one to six hydrocarbon groups, typically C^-C^g ^'^y^ aralkyi groups. 

3) an organosilicone compound having one or more rings having more than two, preferably two to four, more 
preferably two to three conjugated double-bonds and a cyclic hydrocarbon group having a total carbon number of 
4-24, preferably 4- 12. 

4) an organosilicone compound obtained by partially substituting the hydrogens of the aforesaid compound 3) by 
one to six hydrocarbons. 

5) alkaline metal salts (sodium and lithium salts) of each of the aforesaid compounds. 
One of the preferred cyclic hydrocarbon compounds may represented by the formula 




III 



where IR^, RS R^, R7 and R^ each are hydrogen or a C^-C^q hydrocarbon group, any of these hydrocarbon groups 
jointly forming a cyclic hydrocarbon group. The -C^o hydrocarbon groups include each an alkyi group such as methyl, 
ethyl, propyl, isopropyl, butyl, t-butyl, hexyl and octyl; an aryl group such as phenyl; an alkoxy group such as methoxy, 
ethoxy and propoxy; an aryloxy group such as phenoxy; and an aralkyi group such as benzyl. 

In the case where any two of the hydrocarbon groups of formula ill jointly form the cyclic hydrocarbon group, the 
skelton thereof includes cycloheptatriene, aryl and their condensed rings. 

Preferred compounds of formula 111 are cyclopentadiene. indene, azulene and their derivatives substituted by a 
C^-C^o alkyI, aryl, aralkyi, alkoxy or aryloxy group. 

The organosilicone compound having a cyclic hydrocarbon group may be represented by the formula 

(Cp),SiR®3X'^.^^ IV 

where Cp is a cyclic hydrocarbon group such as cyclopentadienyl, substituted-cyclopentadienyl, indenyl and substi- 
tuted-indenyl. 

R9 is hydrogen or a 0^-624, preferably C-j-C^g hydrocarbon residue including an alkyl group such as methyl, ethyl, 
propyl, isopropyl, butyl, t-butyl, pentyl, hexyl and octyl; an alkenyl group such as vinyl and allyl; an alkoxy group such 
as methoxy, ethoxy, propoxy and butoxy; an aryl group such as phenyl, tolyl and xylyl; an aryloxy group such as 
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phenoxy; and an aralkyi group such as benzyl, phenetyl, styryl and neophyl; further including n-, iso-, s-, t-and neo- 
isomerlc groups. 

is a halogen atom such as fluorine, iodine, chlorine and bronnine; r and s are 0 < r ^ 4, 0 ^ s ^ 3, preferably 1 ^ 
r+s ^ 4. 

Eligible organocyclic hydrocarbon compounds for use as the compound (c) include cyclopolyene or substituted- 
cyclopolyene of 7 - 24 carbon atoms such as cyclopentadiene, substituted-cyclopentadiene such as methyicyclopen- 
tadiene, ethylcyclopentadiene, propylcyclopentadiene, isopropylcyclopentadiene, butylcyclopentadiene, isobutylcy- 
clopentadiene, seC'butylcyclopentadiene,u@ t-butylcyclopentadiene, hexylcyclopentadiene, octylcyclopentadiene, 
1 ,2-dimethylcyclopentadiene, 1 ,3-dimethylcyclopentadiene, 1 -methyl-3-propylcyclopentadiene, 1 -ethyl-3-methylcy- 
clopentadiene, 1 -ethyl-3-propylcyclopentadiene, 1 -propyl-3-methylcyclopentadiene, 2-ethyl-5-isopropylcyclopentadi- 
ene, 2-methyl-5-phenylcyclopentadiene, 2-ethyl-3,5-dimethylcycIopentadlene, 1,2,4-trlmethylcyclopentadiene and 
1,2,3,4-tetramethylcyclopentadiene; indene, substituted-indene such as 4-methyl-1-indene, 4,7-dimethylindene and 
4,5,6,7-tetrahydroindene; cycloheptatriene, substituted-cycloheptatriene such as methylcycloheptatriene; cycloocta- 
tetraene, substituted-cyclooctatetraene such as methylcyclooctatetraene, fluorene, azulene and substituted-azulene 
such as methylazulene and ©thylazulene; and fluorene and substituted-fluorene such as methylfluorene; and further 
include monocyclopentadienylsilan, dicyclopentadienylsilan, tricyclopentadienylsilan, tetracyclopentadienylsilan, 
monocyclopentadlenylmonomethylsilan, monocyclopentadienylmonoethylsilan, monocyclopentadlenyldimethyisilan, 
monocyclopentadienyldiethylsilan, monocyclopentadienyltrimethylsilan, monocyclopentadienyltriethylsilan, monocy- 
clopentadienylmonomethoxysilan, monocyclopentadienylmonoethoxysilan, monocyclopentadienylmonophe- 
noxysilan, monocyclopentadienylmononethylmonochlorosilan, monocyclopentadlenylmonoethylmonochlorosilan, 
monocyclopentadienylmonomethyldlchlorosilan, monocyclopentadienylmonoethyldlchlorosilan, monocyclopentadi- 
enyltrichlorosilan, dicyclopentadienylmonomethylsilan, dicyclopentadienylmonoethylsilan, dicyclopentadienyldimeth- 
ylsilan, dicyclopentadienyldiethylsilan, dicyclopentadienylmethylethylsllan, dicyclopentadienyldipropylsilan, dlcy- 
clopentadienylethylpropylsilan,dlcyclopentadienyldlphenylsilan,dicyclopentadienylphenylmethylsllan, dicyclopentadi- 
enylmethylchlorosilan, dicyclopentadienylethylchlorosllan, dicyclopentadienyldichlorosilan, dicyclopentadienylmono- 
methoxysilan, dicyclopentadienylmonoethoxysilan, dicyclopentadienylmonomethoxymonochlorosilan, dicyclopentadi- 
enylmonoethoxymonochlorosilan, tricyclopentadienylmonomethylsilan, tricyclopentadienylmonoethylsilan, tricy- 
clopentadienylmonomethoxysilan, tricyclopentadienylmonoethoxysilan, tricyclopentadienylmonochlorosllan, 3-meth- 
yicyclopentadienylsilan, bis-3-methylcyclopentadienylsilan, 3-methylcyclopentadieny(methy!si!an, 1 ,2-dimethylcy- 
clopentadienylsllan, 1,3-dimethylcyclopentadienylsilan, 1,2,4-trimethylcyclopentadienylsilan, monoindenylsilan, 
diindenylsilan, triindenylsilan, tetraindenylsilan, monoindenylmonomethylsilan, monoindenylmonoethylsilan, monoin- 
denyldimethylsilan.monoindenyldiethylsilan, monoindenyltrimethylsilan, monoindenyltriethylsilan, monolndenylmono- 
methoxysilan, monoindenylmonoethoxysilan, monoindenylmonophenoxysilan, monoindenylmonomethylmonochlo- 
rosilan, monoindenylmonoethylmonochlorosilan, monoindenylmonomethyldichlorosilan, monoindenylmonoethyl- 
dichlorosilan, monoindenyltrichlorosilan, dlindenylmonomethylsilan, diindenylmonoethylsilan, diindenyldimethylsilan, 
diindenyldiethylsilan, diindenylmethylethylsilan, diindenyldipropylsilan, diindenylethyipropylsilan, dlindenyldiphenylsl- 
lan, diindenylphenylmethylsilan, diindenylmethylchlorosilan, diindenylethylchlorosilan, dlindenyldichlorosilan, diinde- 
nylmonomethoxysilan, diindenylmonoethoxysilan, diindenylmonomethoxymonochlorosilan, diindenylmonoethoxy- 
monochlorosilan, triindenylmonomethylsilan, triindenylmonoethylsilan, triindenylmonomethoxysilan, triindenylmo- 
noethoxysilan, triindenylmonochlorosilan, 3-methylindenylsilan, bls-3-methylindenylsllan, 3-methylindenylmethylsilan, 
1,2-dimethylindenylsilan, 1,3-dimethyllndenylsilan, 1,2,4-trimethylindenylsilan and pentamethylindenylsilan. Preferred 
are cyclopentadiene, a substituted cyclopentadiene, indene and a substituted indene. 

There are also eligible these compounds bonded through alkylene groups of usually 2 - 8, preferably 2 - 3 carbon 
atoms, silylene groups or silylene groups substituted by an alkyi group of usually 2 - 8, preferably 2 - 3 carbon atoms. 
Such compounds exemplarily include ethylenebiscyclopentadlene, ethylenebispropylcyclopentadiene, ethyleneblsbu- 
tylcyclopentadiene, isopropylidenebiscyclopentadlene, isopropylidenebispropylcyclopentadiene, isopropylideneblsbu- 
tylcyclopentadiene, bisindenylethane, bls(4,5,6,7-tetrahydra-1-indenyl)ethane, 1,3-propanedienylbisindene, 1.3-pro- 
panedienylbis(4,5,6,7 -tetrahydro)indene, isopyrenebis(1 -indene), isopyrene(1-indenyl)cyclopentadiene, diphenyl- 
methylenebisindene, diphenylmethylene{9-fIuorenyl)cyclopentadiene, isopropylenecyclopentadienyl-1 -fluorene. 
dimethylsilylenebiscyclopentadiene, dimethylsilylenebisindene, dimethylsilylenebispropylcyclopentadiene, dimethyls- 
ilylenebisbutylcyclopentadiene, diphenylsilylenebiscyclopentadiene, diphenylsilylenebisindene, diphenylsilylenebi- 
spropylcyclopentadiene and diphenylsilylenebisbutylcyclopentadiene. 

The compound (d) is an inorganic and/or particulate polymer carriers. The inorganiccarrier may be intrinsically in 
the form of powder, granule, flake, foil or fiber, but whastever the shape may be, it should be 5 - 200 |im, preferably 
10 - 100 |j,m in maximum length. The inorganic carrier is preferably porous, having a surface area of 50 - 1,000 m^/g 
and a pore volume of 0.05 - 3 cm^. It may be chosen from the group of a carbonaceous material, a metal, a metal 
oxide, a metal chloride and a metal carbonate, or a mixture thereof, which is calcined usually at 200*^0 - 900°C In the 
air , or an inert gas such as nitrogen, or argon. Suitable metals for the inorganic carrier are iron, aluminum and nickel. 
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Eligible metal oxides are Group I - VIII metal oxides of the Periodic Table including Si02, AI2O3, MgO, CaO, B2O3, 
Ti02, ZrOg, Fe203, Si02-Al203, Al203-MgO, Al203-CaO, Al203-MgO-CaO, Al203-MgO-Si02. AlgOa-CuO, Al203-Fe203, 
Al203-NiO and Si02-MgO. The double oxides are not particularly restricted in terms of structure and component ratio 
when used In the invention. The metal oxides may have adsorbed thereto small quantities of moisture and may further 

5 contain a small amount of impurities. 

The metal chloride used in the invention is a chloride of an alkaline metal or alkaline earth metal, preferably Mgcl2 
and CaCl2. Examples of the metal carbonate are magnesium carbonate, calcium carbonate and barium carbonate, 
while those of the carbonaceous material referred to herein are carbonblack and activated carbon. The above metal 
oxides are most preferred amongst the other inorganic carrier materials. 

10 Preferred are the metal oxide, silica and alumina. 

The term particulate polymer as used herein as a catalyst support or carrier designates a solid particulate form of 
either thermoplastic or thermosetting resin having an average particle size 5 - 2,000 |im, preferably 10-100 |im, 
practically ranging from low molecular weight to ultra high molecular weight polymers as long as these polymers remain 
solid during the stages of catalyst preparation and polymerization reaction. The starting polymer suitably has a molec- 

^5 ular weight in the range of between 1 ,000 and 3,000,000 dependent upon the type chosen. Specific examples of the 
particulate polymer include polyolefins preferably of 2 - 12 carbon atoms such as particulate ethylene polymers, eth- 
ylene alpha-olefin copolymers, propylene polymers or copolymers, poly-1 -buten or the like, polyester, polyamide, pol- 
yvinylchloride, polymethylmethacrylate, polymethylacrylate, polystyrene, polynorbomen and naturally occurring poly- 
mers as well as mixtures thereof. 

20 The foregoing inorganic and particulate polymer carriers may be used per se as Component (D) according to the 

invention. Alternatively, they may be pretreated with an organoaluminum compound such as trimethylaluminum, tri- 
ethylaluminum, triisobutylaluminum, tri-n-hexy!aluminum, dimethylaiuminumchloride, diethylaluminumchloride, di- 
ethylmonoethoxyalumlnum, triethoxyaluminum or the like, a modified organoaluminum compound having AI-O-AI 
bonds, or a silane compound. Eligible for pretreatment of the Inorganic carrier are an active hydrogen-containing com- 

25 pound such as alcohol and aldehydes, an electron-donative compound such as ester and ether, or an alcoxide-con- 
taining compound such as tetraalcoxysilicate, tetraalcoxyaluminum and transition-metal tetraalcoxide. 

The carriers may be contacted with various pretreating compounds in an atmosphere of an inert gas such as 
nitrogen or argon in the presence of an inert liquid hydrocarbon such as an aromatic hydrocarbon (6-12 carbon atoms) 
including benzene, toluene, xylene and ethylbenzene or an aliphatic or alicyclic hydrocarbon (5-12 carbon atoms) 

30 including pentane. hexane, heptane, octane, decane, dodecane and cyclohexane, with or without stirring at a temper- 
ature of -100'' - 200**C, preferably -50*" - 100^*0 for 30 minutes to 50 hours, preferably 1 - 24 hours. This pretreatement 
reaction is carried out preferably in the presence of a solvent of an aromatic hydrocarbon such as benzene, toluene, 
xylene and ethylbenzene in which the pretreating compounds are rendered soluble. The resulting carrier may be readily 
put to use for the preparation of catalyst components without having to remove the solvent. If the pretreating compound, 

35 for example a modified organoaluminum compound, is insoluble or hardly soluble, there may be added pentane, hex- 
ane, heptane, octane, decane, dodecane or cyclohexane to allow the reaction product to precipitate and thereafter 
dry. Alternatively, part or all of the aromatic hydrocabon solvent may be removed as by means of drying. 

The amount of the pretreating compound is usually 0.01 - 10,000 millimoles, preferably 0.1 - 100 millimoles (or Al 
atom concentration in the case of a modified aluminum compound) per gram of the carrier. 

40 The metallocene compound of formula I. when analyzed in solution by 1 H-NMR, usually presents a hydrogen peak 

at the 5-member ring in the cyclopentadienyl, indenyl or fluorenyl structure. It has now been found that the metallocene 
compound may be modified to ensure freedom of such hydrogen peaks in accordance with an important feature of the 
invention. For the sake of convenience, a metallocene compound having a hydrogen peak is hereinafter referred to 
as "unmodified metallocene", while a metallocene compound having no hydrogen peak is designated as "modified 

45 metallocene". A metallocene compound of formula I, which retains the status of "modified metallocene" when used as 
a catalyst component or as a catalyst composition made up of one or more such catalyst is hereinafter designated as 
catalyst component (A). 

The Inventive catalyst component (A) Or catalyst is prepared by the following procedures which should not be 
regarded as limiting the scope of the invention. 

50 

1) A metallocene compound dissolved in a solution of an aromatic hydrocarbon such as toluene, xylene and mes- 
itylene is added with compounds (b) and (c) and stirred at a temperature of 0"* - SOO^'C, preferably 30** - 250**C, 
more preferably 60** - 200**C, most preferably 100" - lyO'^C for 5 minutes - 150 hours, preferably 10 minutes - 50 
hours, more preferably 30 minutes - 10 hours. 
55 2) A metallocene compound dissolved in a solution of an aromatic hydrocarbon such as toluene, xylene and mes- 

itylene is added with Component (B) (hereafter described) and stirred at room temperature for 1 - 10,000 hours, 
preferably 5 - 1 ,000 hours, more preferably 1 2 - 500 hours, still more preferably 50 - 300 hours and most preferably 
100 -300 hours. 
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3) A metallcx:ene compound dissolved In a solution of an aromatic hydrocarbon such as toluene, xylene and mes- 
itylene is added with compounds (b) and (c) and stirred at a temperature of - 300*^0, preferably 30"* - 250**C, 
more preferably 60** - 200°C, most preferably 100** - 170**C for 5 minutes - 150 hours, preferably 10 minutes - 50 
hours and more preferably 30 minutes - 10 hours, followed by addition of Components (B) and (C) (hereinafter 

5 described) and stirred at room temperature for 1 minute - 10,000 hours, preferably 2 minutes - 1 ,000 hours, more 

preferably 10 minutes - 500 hours, still more preferably 50 - 300 hours and most preferably 100 - 300 hours. 

4) A metallocene compound dissolved in a solution of an aromatic hydrocarbon such as toluene, xylene and mes- 
itylene is added with Component (B) and stirred at a temperature of 0* - 300**C, preferably 30** - 250'C, more 
preferably 60° - 200**C, most preferably 100" - ITO'^C for 5 minutes - 150 hours, preferably 10 minutes - 50 hours, 

10 more preferably 30 minutes - 10 hours. 

1H-NMR analysis reveals that unmodified metallocenes such as titanocene, zirconocene and hafnocene have 
such cyclopentadienyl, indenyl and fluorenyl groups whose 5-member rings present peaks of hydrogen in the chemical 
shift 5 ranging from 4ppm to 7ppm. Such unmodified metallocene compounds are typically olefinic hydrocarbons. It 
15 has now been found that the modified metallocene compound can be free of hydrogen peaks at the 5-member ring by 
removing coexistent olefins along with the solvent in vacuum as evidenced by 1H-NMR analysis made of a sample 
upon replenishment of the solvent, when no hydrogen peaks appeared in the range of 4 ppm - 7 ppm. 

The inventive catalyst is prepared by mutual contact of the metallocene compound of formula I with Components 
(B) and/or (C) and further addtionally with at least one of the aforesaid compounds (b) through (d). The metallocene 
20 compound of formula I may be "unmodified metallocene compound" prior to or after contact with these components. 
However, it is important to ensure that the metallocene compound according to the invention is Invariably "modified 
metallocene compound" at the stage of application to the polymerization reaction. 

Component (B) is a modified organoaluminum compound having AI-O-AI bonds resulting from the reaction of an 
organoaluminum compound with water. It has in its molecule an AI-O-AI bond numbering from 1 to 100, preferably 
25 from 1 to 50, The reaction is effected usually in the presence of an inert hydrocarbon, typically an aliphatic hydrocarbon 
such as pentane, hexane, heptane or the like, an alicyclic hydrocarbon such as cyclohexane, methylcyclohexane or 
the like, or an aromatic hydrocarbon such as benzene, toluene, xylene or the like. Particularly preferred are the aliphatic 
and aromatic hydrocarbons. 

The starting organoaluminum compound may be represented by the formula 

30 

R'^aixVc V 

where R"*" is a hydrocarbon group such as alkyi, alkenyl, aryl and aralkyi group of 1 to 18, preferably 1 to 12 carbon 
55 atoms; is a halogen or hydrogen atom; and c is an integer of 1 < c < 3. Trialkylaluminums are preferred in which 
the alkyI group is a methyl, ethyl, propyl, isopropyl, butyl, isobutyl, pentyl, hexyl, octyl, decyl or dodecyl group among 
which the methyl group Is most preferred. 

The water/organoaluminum reaction takes place in a molar ratio of water:AI in the range of 0.25:1 to 1.2:1, pref- 
erably 0.5:1 to 1:1 at a temperature of usually -70**C to 100**c, preferably -20**C to 20**C for a period of 5 to 24 hours, 
40 preferably 5 to 10 hours. As water for reaction with the organoaluminum compound, there may be used a water of 
crystallization contained in a hydrate such as copper sulfate hydrate, aluminum sulfate hydrate or the like. It has been 
found that methylaluminoxane, reaction product of an alkylaluminum and water, is particularly suitable source as Com- 
ponent B. Any of the above nrKxJified organoaluminum compounds may be used in combination. 
Component (C) includes borate of the first class which is represented by the formula 

45 

[L^-Hf[BR^^R^VxY VI 

where U is a neutral Lewis base, H Is a hydrogen atom, [U-H] is Bronsted acid such as ammonium, anilinium and 
phosphonium. 

The ammonium here designates trialkyl-substituted ammonium such as trimethylammonium, triethylammonium, 
tripropylammonium, tributylammonium and tri(n-butyl)ammonlum and dialkylammonium such as di(n-propyl)ammon!- 
um and dicyclohexylamnonium. 

The anilinium includes N,N-dialkylanilinium such as N,N-dimethylanilinium, N,N-diethylanilinlum and N,N- 
2,4,6-pentamethylanilinium. 

The phosphonium includes triarylphosphonium such as triphenylphosphonium, tributylphosphonlum, tri(methyl- 
phenyl)phosphonium and tri(dimethylphenyl)phosphonium and trialkylphosphonium. 
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R"""* and R^^ jp, formula VI each are an aromatic hydr<x:arbon group or substituted-aromatic hydrocarbon group or 
substituted-aromatic hydrocarbon group of Ce-Cgo, preferably Ce-Cie which may be cross-linked to one another. Pre- 
ferred substituents of the aromatic hydrocarbon groups are an alkyi group such as methyl, ethyl, propyl and isopropyl 
and a halogen such as fluorine, chlorine, bromine and iodine. 
5 x5 and In formula VI each are hydrogen groups, halogen groups, C1-C20 hydrocarbyl groups and C1-C20 sub- 

stituted-hydrocarbyl groups having more than one hydrogen atom substituted by halogen atom. 

Borate of the second class Is represented by the formula 



,0 [L^.H][(CX')^(BX'),X%]^ VII 

where [L^-H] is hydrogen ion, an ammonium cation substituted by a C^-Cgo hydrocarbyl group having ammonium or 
less than three hydrogen atoms or by a C^-Cgo substituted-hydrocarbyl group having more than one hydrogen atom 
substituted by halogen atom, a phosphonium group or a phosphonium group substituted by a C1-C20 substituted- 
IS hydrocarbyl group having less than three hydrogen atoms substituted by a C1-C20 hydrocarbyl group or having more 
than one hydrogen atom substituted by halogen atom. 

The symbols B and C are boron and carbon respectively. 

X^, X^ and X® in the formula VII each are a hydride, halide, a C^-Cgo hydrocarbyl group, a C^-CgQ hydrocarbyl 
group having more than one hydrogen atom substituted by halogen atom or an organo-metalloid of Groups I V-A in the 
20 Periodic Table having in its organo portion a C^-Cao hydrocarbyl group. 

The symbols a and c each are an integer greater than 0; d is an integer greater than 1 ; a+c+d is an even number 
integer usually of from 2 to 8; and b is an integer usually of from 5 to 22. 

Borate of the third class Is represented by the formula 

[l'-H]{[<{Cx'*^) JBX^' ),(X'')g>'-]2M""}'- VIII 

where [L^-H], X^*^, X^^, X^^, B and C are the same as defined In formula VII; M and H are a transitional metal and 
hydrogen, respectively; e and g each are the same or different integer greater than 0; h is an integer greater than 2; 
30 e+g+h is an even-number integer usually of from 4 to 8; n is an integer corresponding to 2h-n=i; and i is an integer 
greater than one. 

Borate of the forth class is represented by the formula 

35 [lV[BR^^R^^X^X^]' VIV 



40 



45 



where is a carbocation, methylcation, ethylcation, propylcation, isopropylcation, butylcation, isobutylcation, tert- 
butylcation, pentylcation, tropyliumcation. benzylcation and tritylcation and Ri"*, R12, x^ and X^ each are the same as 
defined in formula VI. 

Borate of the fifth class is represented by the formula 

[R^M]*[BR^^R^^X^X®]' X 

where R is a cyclopentadienyl group, substituted-cyclopentadlenyl group, indenyl group and substituted indenyl group 
and X is Cr, Mn, Fe, Co, Ni and like transition metal. 

Borate of the sixth class is represented by the formula 

so lL^fl(Ox')^(Bx\x\f XI 

where is the same as defined in formula VIV and C, X^ X®, X^, a, b, c and d each are the same as defined in formula VI I . 
Borate of the seventh class is represented by the formula 



55 



lPiM+l{Cx')^{Bx\x\f XII 
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where R and M each are the same as defined in formula X and as C. X'', X®, X®, a, b, c and d each are the same as 
defined in formula VIL 

Borate of the eighth class is represented by the formula 

[LY{[<(CX'')e{BX''),(x'')g>'-]2M"^}'- XIII 

where is the same as defined in formula IV and C, X*^, X*""*, X'*^, N, n, e, f, g, h and I each are the same as defined 
in formula VIII. 

Borate of the ninth class is represented by formula 

[R2M]"{[<(CX'^)^(Bx''),(x'^)g>^-]2M"*}'" XIV 

where R and M each are the same as defined in formula X and C, X*^, X''' , X'*^. M, n. e, f. g. h and i each are the same 
as defined in formula VIII. 

Borate of formula VI exemplarily includes tributylammoniumtetra(p-tolyl)borate, tributyIammoniumtetra(m-tolyl)bo- 

rate, tributylammoniumtetra(o-fluorophenyl)borate, tributylammoniumtetra(p-fluorophenyl)borate, tributylammoni- 
umtetra(m-fluorophenyl)borate, tributylammoniumtetra(3,5-difluorophenyl)borate, dimethyIanillniumtetra(o-tolyl)bo- 
rate, dimethylaniliniumtetra(p-tolyl)borate, dimethylaniliniumtetra(m-tolyl)borate, dimethylanillniumtetra(o-fluorophe- 
nyl)borate, dimethylanlliniumtetra(p-f!uorophenyl)borate, dimethylanjliniumtetra(m-fluorophenyl)borate, dimethyl- 
aniliniumtetra(3,5-difluorophenyl)borate, dimethylaniliniumtetra(pentafluorophenyl)borate, triphenylphosphoniumtet- 
raphenylborate, triphenylphosphoniumtetra(o-toiyl)borate, triphenylphosphoniumtetra(p-tolyl)borate, triphenylphos- 
phoniumtetra(m-tolyl)borate, triphenylphosphoniumtetra(o-fluorophenyl)borate, triphenylphosphoniumtetra(p-fluor- 
ophenyl)borate, triphenylphosphoniumtetra(m-fluorophenyl)borate, triphenylphosphoniumtetra(3,5-difluorophenyl)bo- 
rate and triphenylphosphoniumtetra (pentafluorophenyl)borate and further include trialkyl-substituted ammonium salts 
such as triethylammoniumtetra(o-fluoropheny!)borate, triethylammoniumtetra(pentafluorophenyl)borate, triethylam- 
moniumtetra(phenyl)borate. tripropylammoniumtetraphenylborate, tri(n-butyI)ammoniumtetra(phenyl)borate, trlmeth- 
ylammoniumtetra(p-tolyl)borate, trimethylammoniumtetra(o-tolyl)borate, tripropylammoniumtetra(o,p-dimethylphenyl) 
borate, tributylammoniumtetra(p-trifluoromethylphenyl)borate, tributylamnoniumtetra(pentafluorophenyl)borate and tri 
(n-butyl)ammoniuntetra(o-tolyl)borate; N,N-dialkylanilinium salts such as N,N-dimethylaniliniumtetra(phenyl)borate, N, 
N-diethylaniliniumtetra(phenyl)borate and N,N-2,4,6-pentamethylanjliniumtetra(phenyl)borate and dialkylammonium 
saits such as di(1-propyl)ammoniumtetra(pentafluorophenyl)borate and dicyclohexylammoniumtetraphenylborate. 

Particularly preferred are tributylammoniuintetra(o-fluorophenyl)borate, tributylammoniumtetra(p-fluorophenyl)bo- 
rate, tributylammoniumtetra(m-fluorophenyl)borate, tributylammoniumtetra(3,5-difluorophenyl)borate, tributylammoni- 
umtetra(pentafluorophenyl)borate, dimethylaniliniumtetra(o-fluorophenyl)borate, dimethylaniliniumtetra(p-fluorophe- 
nyl)borate, dimethyIaniliniumtetra(m-fluorophenyl)borate, dimethylaniliniumtetra(3,5-difluorophenyl)borate and 
dimethylaniliniumtetra(pentafluorophenyl)borate; tributylammoniumtetra(pentaf!uorophenyl)borate and dlmethylanilin- 
iumtetra{pentafluorophenyl)borate. 

Borate of formula VII exemplarily includes monohydrocarbyl-substituted ammonium salts such as tributylammo- 
nium-1 -carbaundecaborate, tributyIammonium-1 -carbadecaborate, tributylammonium-6-cacbaundecaborate, tributy- 
lammonium-7-carbaundecaborate, tributylammonium-7,8-dicarbaundecaborate, tributyIammonium-2,9-dicarbaunde- 
caborate, methy!ammonium-1-carbadodecaborate, ethylammonium-1-carbadodecaborate. propylammonium-1-car- 
badodecaborate, isopropylammonium-1 -carbadodecaborate, (n-butyl)ammonium-l -carbadodecaborate, anilinium- 
1-carbadodecaborate and (p-toly!)ammonium-1 -carbadodecaborate; dihydrocarbyl-substituted ammonium salts such 
as dimethylanilinium-1 -carbaundecaborate, dimethylanilinium-1 -carbadodecaborate, dimethylanllinium-1 -carbade- 
caborate, dimethylanilinium-6-carbaundecaborate, dimethylanilinium-7-carbaundecaborate, dimethyIanilinium-7,8-di- 
carbaundecaborate, dimethy!ani!inium-2,9-dicarbaundecaborate, dimethylammonium-1 -carbadodecaborate, diethyl- 
ammonium-1 -carbadodecaborate, dipropylammonium-1 -carbadodecaborate, diisopropylammonium-1 -carbado- 
decaborate, di(n*buty l)ammonium-1 -carbadodecaborate, diphenylammoniun-1 -carbadodecaborate and di(p-tolyl)am- 
monlum-1 -carbadodecaborate and trihydrocarbyl-substituted ammonium salts such as trimethylammonium-1 -carba- 
dodecaborate, trlethylammonium-1 -carbadodecaborate. tripropylammonium-1 -carbadodecaborate, tri(n-butyl)ammo- 
nium-1 -carbadodecaborate, triphenylammonium-1 -carbadodecaborate, tri(p-tolyl)ammonium-1 -carbadodecaborate, 
N,N-dimethylanllinium-1 -carbadodecaborate and N,N-diethylanilinium-1 -carbadodecaborate. 

Borate of formula VIII exemplarily includes tributylammoniumbis(nonahydride-1 ,3-dicarbaunaborate)cobaltate(IH), 
tributylammoniumbis(undecahydride-7,8-dicarbaundecaborate)ferrate(lll), tributylammoniumbis(undecahydride- 
7,8-dicarbaundecaborate)cobaltate(lt!), tributylammoniumbis(undecahydride-7,8-dicarbaundecaborate)nickelate(lll), 
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tributylammoniumbis(dodecahydridedicarbadodecaborate)-cobaltate(lll), tributylammoniumbis(undecahydride-7-car- 
baundecaborate)chromate( III), tributylammoniumbis(undecahydride-7-carbaundecaborate)manganate(IV). tributy- 
lammoniumbis(undecahydride-7-carbaundecaborate)cobaltate(lll), tributylammoniumbis(undecahydrlde-7-carbaun- 
decaborate)nickelate (IV), dimethylaniIiniumbis(nonahydride-1,3-dicarbaunaborate)cobaltate(lll). dlmethylanilin- 
iumbis{undecahydrlde-7,8-dicarbaundecaborate)ferrate(ll!), dimethylanillniumbis(undecahydride-7,8-dlcarbaunde- 
caborate)cobaltate(lll), dimethylaniliniumbis(undecahydride-7,8'dicarbaundecaborate)nickelate(lll), dimethylanilin- 
iumbls(dodecahydridedicarbadodecaborate)-coba(tate(lll), dimethylaniliniumbis(undecahydride-7-carbaundecabo- 
rate)chromate(lll), dimethylaniliniumbls(undecahydride-7-carbaundecaborate)manganate(IV), dimethylaniliniumbis 
(undecahydride-7-carbaundecaborate)cobaltate(III), dimethylaniliniumbis(undecahydride-7-carbaundecaborate)nick- 
elate(IV), triphenylphosphoniumbis(nonahydride-1,3-dlcarbaunaborate)cobaltate{lll). triphenylphosphonlumbis(un- 
decahydr}de-7,8-dicarbaundecaborate)ferrate(!ll), triphenylphosphoniumbls(undecahydride-7,8-dicarbaundecabo- 
rate)coballate(lll), triphenylphosphoniumbis(undecahydride-7,8-dicarbaundecaborate)nickelate(lll), triphenylphos- 
phoniumbis{dodecahydridedicarbadodecaborate)-cobaltate(lll), triphenylphosphoniumbls{undecahydride-7-carbaun- 
decaborate)chromate(lll), triphenylphosphoniumbls(undecahydride-7-carbaundecaborate)manganate(IV), triphenyl- 
phosphonjumbis(undecahydride-7-carbaundecaborate)cobaltate(lll) and triphenylphosphoniumbis(undecahydride-7 
carbaundecaborate)nickelate(IV). 

Borate of formula VI V exemplarily includes trityltetraphenylborate, trityltetra(o-tolyl)borate, trityltetra(p-tolyl)borate, 
trltyltetra(m-tolyl)borate, trityltetra(o-fluorophenyl)borate, trityltetra(p-fluorophenyl)borate, trityltetra(m-fluorophenyl) 
borate, trityltetra(3.5-difluorophenyl)borate, trityltetra(pentafluorophenyl)borate, tropyliunntetraphenylborate, tro- 
pyliumtetra(o-tolyl)borate, tropy!iumtetra(p-tolyl)borate, tropyliumtetra(m-tolyl)borate, tropyliumtetra(o-fluorophenyl) 
borate, tropyliumtetra(p-fluorophenyl)borate, tropyllumtetra(m-fluorophenyl)borate, tropyllumtetra(3,5-difluorophenyl) 
borate and tropyliumtetra(pentafluorophenyl)borate. 

Preferred are trltyltetra(o-fluorophenyl)borate, trltyltetra(p-fluorophenyl)borate, trityltetra(m-fluorophenyl)borate, 
trityltetra(3,5-difluorophenyl)borate, trityltetra(pentafluoropheny!)borate, tropyliunntetra(o-fluorophenyl)borate, tro- 
pyliumtetra(p-fluorophenyl)borate, tropyliumtetra(nn-fluorophenyl)borate, tropyliumtetra(3,5<iifluorophenyl)borate and 
tropy!iumtetra(pentaf!uorophenyl)borate. 

More preferred are trityltetra(pentafluorophenyl)borate and tropy!iumtetra(pentafluorophenyl)borate. 

Borate of formula X exemplarily includes f erroceniumtetraphenylborate, f erroceniumtetra(o-tolyl)borate, ferroceni- 
umtetra(p4olyl)borate, ferroceniumtetra(m-tolyl)borate, ferroceniumtetra(o-fluorophenyl)borate, ferroceniumtetra{p- 
fluorophenyl)borate, ferroceniumtetra{m-fluorophenyl)borate, ferroceniumtetra(3,5-difluorophenyl )borate and ferro- 
cenlumtetra(pentafluorophenyl)borate. 

Preferred are ferrocenlumtelra(o-fluorophenyl)borate. ferroceniumtetra(p-fluorophenyl)borate, ferroceniumtetra 
(m-fluorophenyl)borate, ferroceniumtetra(3,5"difluorophenyl)borate and ferroceniumtetra(pentafluorophenyl)borate. 

More preferred Is ferroceniumtetra(pentafluorophenyl)borate. 

Borate of formula XI exemplarily includes trityl-1-carbaundecaborate, trityl-1-carbadodecaborate, trityl-1-carbade- 
caborate, trityl-6-carbaundecaborate, trityl-7-carbaundecaborate, trityl-7,8-dicarbaundecaborate, trltyl-2,9-dicarbaun- 
decaborate, tropy !ium-1 -carbaundecaborate, tropylium-1 -carbadodecaborate, tropyiium*1 -carbadecaborate, tro- 
pylium-6-carbaundecaborate, tropylium-7-carbaundecaborate, tropylium-7,8-dicarbaundecaborate and tropylium- 
2,9-dlcarbaundecaborate. 

Borate of formula XII exemplarily includes ferrocenium-1 -carbaundecaborate, ferrocenium-1-carbadodecaborate, 
ferrocenium-1 -carbadecaborate, ferrocenium-6-carbaundecaborate, ferrocenlum-7-carbaundecaborate, ferrocenium- 
7,8-dicarbaundecaborate and ferrocenium-2,9-dicarbaundecaborate. 

Borate of formula Xlli exemplarily includes trity!bis(nonahydride-1,3-dicarbaunaborate)cobaltate(lll), tritylbls(un- 
decahydride-7,8-dicarbaundecaborate)-ferrate(lll), tritylbis(undecahydride-7,8-dicarbaundecaborate)-cobaltate(lll), 
trttylbis(undecahydride-7,8-dicarbaundecaborate)-nickelate(lll), tritylbis(dodecahydridedicarbadodecaborate)cobal- 
tate(lll), trity!bis(undecahydrlde-7-carbaundecaborate)chromate(lll), tritylbis(undecahydride-7-carbaundecaborate) 
manganate(IV), tritylbis(undecahydride-7-carbaundecaborate)cobaltate(III), tritylbis(undecahydride-7-carbaundecab- 
orate)nickalate(IV), tropyliumbis(nonahydride-1,3-dicarbaunaborate)-cobaltate(lll), tropyliumbis(undecahydride- 
7,8-dlcarbaundecaborate)-ferrate(lll), tropyliumbis(undecahydride-7,8-dicarbaundecaborate)-cobaltate(lll), tro- 
pyliumbis(undecahydride-7,8-dicarbaundecaborate)-nickelate(lll), tropyliumbis(dodecahydridedicarbadodecaborate) 
cobaltate(lll), tropyr(umbis(undecahydride-7-carbaundecaborate)chromate(lll), tropy liumbis(undecahydrjde-7 -car- 
baundecaborate)manganate(IV), tropyliumbis(undecahydride-7-carbaundecaborate)cobaltate(lll) and tropyliumbis 
(undecahydride-7-carbaundecaborate)nickelate(IV). 

Borate other than those of foumuale VI through XIV includes higher hydrogenated boron anion complex; i.e. a 
compound derived from diborane and tetrahydroborate, such as tributylammoniumnonaborate, tributylammoniumde- 
caborate. trlbutylammoniumundecaborate, tributylammoniumdodecaborate, dimethylammoniumnonaborate, dimethy- 
lammoniumdecaborate.dlmethylammoniumundecaborate. dimethylanmoniumdodecaborate, triphenylamnoniumnon- 
aborate, triphenylammonlumdecaborate. triphenylammoniumundecaborate, triphenylammoniumdodecaborate, trity- 
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lammoniumnonaborate, tritylammoniumdecaborate, tritylammonlumundecaborate, tritylammoniumdodecaborate, fer- 
rocenlumammoniumnonaborate, ferroceniumammoniumdecaborate, ferroceniumammoniumundecaborate, ferroceni- 
umamoniumdodecaborate,tropyliumammoniumnonaborate,tropyliumammoniumdeca^ tropyllumammoniumun- 
decaborate and tropyliumammoniumdodecaborate. 

Borane used as Component (C) exemplarily includes triphenylborane, tri(o-tolyl)borane, tri(p-tolyl)borane, tri(nn- 
tolyl)borane, tr}(o-fluorophenyI)borane, tri(p-fluorophenyl)bofBne, tri(m-fluorophenyl)borane,tri{3,5-difluorophenyl)bo- 
rane and tri(pentafluorophenyl)borane. 

Preferred are tri(o-fluorophenyl)borane, tri(p-fluorophenyl)borane, trl(m-fluorophenyl)borane,tri{3,5-difluorophe- 
nyI)borane and tri(pentafluorophenyl)borane. 

More preferred is trl(pentafluorophenyl)borane. 

Anotiier eligible borane includes decaborane, 7,8-dicarbaundecaborane, 2,7-dicarbaundecaborane, undecahy- 
dride-7,8-dimetliyl-7,8-dicarbaundecaborane, dodecaliydride-1 1 -nnetliyl-2,7-dicarbaundecaborane, 4-carbanonabo- 
rane, 1 ,3-dicarbanonaborane, 6,9-dicarbadecaborane and dodecaliydride-1-metliyl-1 ,3-dicarbadecaborane. 

The inventive catalyst are prepared by mutual contact of the metallocene compound (a) of formula I with Compo- 
nents (B) and/or (C) or by mutual contact of the metallocene compound (a) of formula I with Components (B) and/or 
at least one of the compounds (b) through (d). There is no particular restriction imposed upon the sequences or order 
of mutual contact of components (a) through (d) and Components (B) and (C). Preferred sequences are as follows: 

For the sake of brevity, the sequences of addition are indicated by the arrow unless othenwise noted. 

2-1 Add Component (B) to the component resulted from the procedures of 1-1 to 1-12 shown below. 
2-2 Add Component (C) to the component resulted from the procedures of 1-1 to 1-12 shown below. 

2- 3 Add Components (B) and (C) to the component resulted from the procedures of 1-1 to 1-12. 

1-1 only component (a). 

1-2 Add component (a) to component (b). 

1-3 Add oomponent (a) to component (c). 

1-4 Add component (a) to component (d). 

1-5 Add components (a) through (c) simultaneously. 

1-6 {a)^(b)4-(c) 

1-7 (a)^(c)4-(b) 

1-8 Add component (a) to a mixture of (b) and (c) . 

1-9[{a)^(b)]^(d) 

1-10[(a)<-(c)]^(d) 

1-11[{a)^(b)<-(c)]<-(d) 

1-12[(a)^(c)^(b)]^(d) 

Preferred combinations are 2-1 and 1-1. 2-2 and 1-1.2-1 and 1-2, 2-2 and 1-2. 2-1 and 1-3. 2-1 and 2-2, 2-1 and 
1-5. 1-6 or 1-7, 2-2 and 1-5, 1-6 or 1-7, 2-3 and 1-5, 1-6 or 1-7 and theses combinations added with component (d). 
Furthermore, in case of using three components, the following procedures are preferred. 

3- 1 Add components (a) and (b) and component (B) simultaneouly 
3.2(a)<-(b)4-(B) 

3-3 (a) <- (B) <r- (b) 

3- 4 Add component (a) to a mixture of component (b) and Component (B). 

4- 1 Add components (a) and (b) and Component (C) simultaneouly. 
4-2(a)<-.(b)^(C) 

4-3 (a) ^ (C) <- (b) 

4- 4 Add component (a) to a mixture ot component (b) and Component (C). 

5- 1 Add components (a) and (c) and Component (B) simultaneouly. 

5-2 (a) ^ (c) ^ (B) 
5-3 (a) <- (B) <r- (c) 

5- 4 Add component (a) to a mixture of component (c) and Component (B). 

6- 1 Add components (a) and (c) and Component (C) simultaneouly. 
6-2 (a) 4- (c) ^ (C) 

6-3 (a) ^ (C) 4- (c) 

6-4 Add component (a) to a mixture of component (c) and Component (C). 
Preferred procedures for using four componets are as follows: 
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7-1 Add components (a) through (c) and Component (B) simultaneouly. 

7-2 (a)^(b)<-(c)<-(B) 

7-3 (a)^(b)^(B)^(c) 

7-4(a)4~(c)<-(b)^(B) 

7-5(a)^(c)^(B)^(b) 

7-6 (a)^(B)^(b)4-(c) 

7- 7(a)<-(B)^(c)<-(b) 

8- 1 Add components (a) through (c) and Component (C) simultaneously. 
8-2 (a)^(b)^(c)^(C) 

8-3 (a) ^ (b) (C) ^ (c) 
8.4(a)<-(c)^(b)^(C) 
8-5 (a) (c) <r- (C) (b) 
8-6 (a) <r- (C) <r- (b) <r- (c) 

8- 7(a)<-(C)^(c)<-(b) 

Preferred procedures for using five componets are as follows: 

9- 1 Add components (a) through (c) and Components (B) and (C) simultaneouly. 
9-2(a)^(b)4-(c)<-(B)^(C) 

9-3 (a) 4- (b) ^ (c) (C) (B) 
9-4 (a) ^ (c) <- (b) <- (B) ^ (C) 
9-5 (a) <r- (c) (b) (C) <- (B) 
9-6 (a) 4- (c) 4- (B) <- (b) 4- (C) 
9-7 (a) ^ (c) 4- (B) 4- (C) 4- (b) 
9-8 (a) (B) <- (b) 4- (c) ^ (C) 
9-9 (a) 4- (B) 4- (c) <r- (b) <- (C) 
9-10 (a) 4r- (B) 4r- (c) (C) <- (b) 
9-11 (a) ^ (C) ^ (b) (c) 4- (B) 
9-12 (a) <- (C) ^ (b) <r- (B) <- (c) 
9-13 (a) 4- (C) <- (c) ^ (b) (B) 
9-1 4 (a) <- (C) 4- (c) 4- (B) 4- (b) 
9-15 (a) 4- (C) 4r- (B) (b) 4- (c) 

9- 16 (a) 4- (C) 4- (B) 4- (c) 4- (b) 

The following procedures are also eligible: 

10- 1 Add component (d) after procedures 3-1 through 3-4. 
10-2 Add component (d) after procedures 4-1 through 4-4. 
10-3 Add component (d) after procedures 5-1 through 5-4. 
10-4 Add component (d) after procedures 6-1 through 6-4. 
10-5 Add component (d) after procedures 7-1 through 7-7. 
10-6 Add component (d) after procedures 8-1 through 8-7. 
10-7 Add component (d) after procedures 8-1 through 8-7. 

Particularly preferred among these procedures are 1-1, 1-2, 1-3, 2-1,2-2,2-3, 5-1,5-2, 5-3, 7-1,7-4, 9-1, 10-5, 10-7. 

Preferred combinations of the various components for preparation of the inventive catalysts are shown below by 
way of example. As described above, the metallocene compound of formula I is modified by mutual contact of any one 
of components (b) through (d) and Components (B) and (C) such that it has the cyclopentadienyl structure, indenyl 
structure or fluorenyl structure peculiar thereto with the 5-member ring being free of peaks of hydrogen in 1H-NMR 
spectrum. 

Combination 1 

component (a): bis(cyclopentadienyl)zirconiumdichlorides such as bis(cycIopentadienyl)-2irconiumdichloride, bis 
(methylcyclopentadienyl)-zirconiumdichloride and bis(dimethylcyclopentadienyl)-zirconiumdichlo- 
ride 

component (b): trialkylaluminium such as triethylaluminium, tributylaluminium and trihexylaluminium 
component (c): indenes such as indene, methylindene and ethyllndene 



EP 0 768 320 A1 



Component (B): 
Component (C): 

component (d): 

Combination 2 

component (a): 

component (b): 
component (c): 
Component (B): 
component (C): 

component (d): 

Combination 3 

component (a): 

component (b): 
component (c): 
Component (B): 
Component (C): 
component (d): 

Combination 4 

component (a): 

component (b): 
component (c): 

Component (B): 
component (C): 
component (d): 

Combination 5 



methylaluminoxane 

a boron-containing at-complex sucin as trity!tetra(pentafluoroplienyl)borate, dimethylanilinium 
(pentafluorophenyl)-borate and tributylammonium-(pentaf!uorophenyl)borate 
silica, silica alumina, alumina and polyethylene powder 



bis(indenyl)zirconiumdichlorides such as bis(indenyl)zirconiumdichlorlde and 
bis (methylindenyl) zirconiumdichloride 

trialkylaluminium such as triethylaluminium, tributylaluminium and trihexylaluminium 

indenes such as indene, methylindene and ethyllndene 

methylaluminoxane 

a boron-containing at-complex such as trityltetra(pentafIuorophenyl)borate, dimethylanilinium 
(pentafluorophenyl)-borate and tributylammonium-(pentafluorophenyl)borate 
silica, silica alumina, alumina and polyethylene powder 



bis(indenyl)zirconiumdichlorides such as bis(indenyl)zirconiumdichloride and 
bis(methylindenyl)zirconiumdichloride 

trialkylaluminium such as triethylaluminium, tributylaluminium and trihexylaluminium 
cyciopentadienes such as cyclopentadiene, methylcyclopentadiene and ethylcyclopentadiene 
methylaluminoxane 

triarylborane such as tri(pentafIuorophenyI)borane 
silica, silicauEalumina, alumina and polyethylene powder 



bls(indenyl)zirconiumdichloxides such as bis(indenyl)zirconiumdichloride and 
bis(methylindenyl)zirconiumdichloride 

trialkylaluminium such as triethylaluminium, tributylaluminium and trihexylaluminium 
crossllnked cyciopentadienes and crosslinked indenes such as ethylenebisindene, dimethylphe- 
nylenebiscyclopentadiene and isopropylenebiscyclopentadiene 
methylaluminoxane 

triarylborane such as tri(pentafluorophenyl)borane 
silica, silica alumina, alumina and polyethylene powder 



component (a): bis(indenyl)zirconiumdialkyls such asbio(indenyl)zirconiumdimethyl and bis(methylindenyl)zirconium- 
dibenzyl 

component (b): trialkylaluminium such as triethylaluminium, tributylaluminium and trihexylaluminium 
component (c): indenes such as indene, methylindene and ethylindene 
Component (B): methylaluminoxane 

component (C): a boron-containing at-cmplex such as trityltetra(pentafluorophenyl)borate, dimethylanilinium(pen- 
tafluorophenyl)*borate and tributylammonium(pentafluorophenyl)borate 
silica, silica alumina, alumina and polyethylene powder 



component (d): 

Combination 6 

component (a): 

component (b): 

component (c): 
Component (B): 
Component (C): 



bis(indenyl)zirconiumdialkyls such as bis(indenyl)zirconiumdimethyl and bis(methylindenyl)zirco 
niumdibenzyl 

alkylmagnesiums such as dibutylmagnesium, ethylmagnesiumchloride and methylmagnesiumbro 
mide 

indenes such as indene, methylindene and ethyllndene 
methylaluminoxane 

a boron-containing at-cmplex such as trityltetra(pentafluorophenyi)borate, dimethylanilinium(pen 
tafIuorophenyl)-borate and tributy!ammonium(pentafluorophenyl)borate 



EP 0 768 320 A1 



component (d): silica, silica alumina, alumina and polyethylene powder 

The contacting operation may be carried out in an atmosphere of an inert gas such as nitrogen or argon in the 
presence of an inert liquid hydrocarbon solvent such as an aromatic hydrocarbon of 6 - 1 2 carbon atoms including 

s benzene, toluene, xylene and ethylbenzene or an aliphatic or alicyclic hydrocarbon of 5 - 12 carbon atoms including 
heptane, hexane, decane, dodecane and cyclohexane, with or without stirring at a temperature of from O'^C to 300*C, 
preferably from 30*^0 to 250*C, more preferably from 60*0 to 200^*0, more preferably 100*C to 170**C for a period of 
from 5 minutes to 150 hours, preferably 10 minutes to 50 hours, more preferably 30 minutes to 10 hours. 

In the contact operation, as described above, there may be eligible either the aromatic hydrocarbon solvent in 

10 which some components are soluble or the aliphatic hydrocarbon solvent in which some components are Insoluble or 
hardly soluble. If the aromatic hydrocarbon solvent Is used in the first stage of each contacting sequence, the compo- 
nents may be contacted together throughout the stage of contacting sequences without having to remove that particular 
solvent. Alternatively, the aromatic hydrocarbons may be removed upon completion of the first stage by addition of an 
insoluble or hardly soluble Inert hydrocarbon liquid such as an aliphatic or alicyclic hydrocarbon solvent including pen- 

is tane, hexane, decane, dodecane and cyclohexane which allows the reaction product to precipitate and thereafter dry 
Alternatively, part or all of the aromatic hydrocarbon solvent maybe removed as by means of drying. 

There is no restriction Imposed upon the amount of component (a), Components (B) and (C) and selective com- 
ponents (b) through (d). The following range of amounts are preferred. 

The amount of component (b) is usually less than 100 moles, preferably 0.01 - 100 moles, more preferably 0.1 - 

20 50 moles, more preferably 1 - 20 moles per mole of the component (a). The amount of component (c) is usually less 
than 100 moles, preferably 0.01 - 100 moles, more preferably 0.1 - 50 moles, more preferably 0.5 - 20 moles per mole 
of the component (a). The amount of Component (B) is represented by the atomic ratio of aluminum in Component (B) 
to transition metal Me"* In component (a) which is 1 - 100,000, preferably 5 - 1,000, more preferably 50 - 100. The 
amount of Component (C) is 0.01 - 100 moles, preferably 0.1 - 50 moles, more preferably 0.2 - 10 moles per mole of 

25 the component (a). The amount of component (d) is 1 gram per 0.0001 to 5 millimole, preferably 0.001 - 0.5, more 
preferably 0.02 -0.04 millimole of component (a). 

According to the invention, olefinic hydrocarbons are polymerized or copolymerized in the presence of the catalyst 
comprising the catalyst component having the cyclopentadienyl structure, indenyl structure or fluorenyl structure with 
the 5-member ring position being free of peak of hydrogen in 1H-NMR spectrum and promoter components such as 

30 borane and/or borate or in the presence of the catalyst having its intrinsic cyclopentadienyl structure, indenyl structure 
or fluorenyl structure with a 5-member ring thereof being free of peak of hydrogen in 1 H-NMR spectrum. Alternatively, 
the catalyst composition and a modified organoaluminum compound or the catalyst composition and borate and/or 
borane may be individually added to or first contacted together and then added to the polymerization reaction system. 
In the case where the contact operation is carried out prior to addition into the polymerization reaction system, the 

35 catalyst component may be contacted with the modified organoaluminum compound or the catalyst composition and 
borate and/or borane In a similar manner prior to addition into the polymerization reaction system or during the stage 
of contacting operation of each compound for preparation of the catalyst component. 

In either case, the amount of modified organoaluminum compound is adjusted such that its atomic ratio of aluminum 
to transitional metal in the catalyst component is in the range of 1 - 100,000, preferably 5 - 1,000, more preferably 50 

40 - 100. The amount of borane and/or borate Is adjusted such that the atomic ratio of boron compound to transitional 
metal in the catalyst is in the range of 0.01 - 100, preferably 0.1 - 50, more preferably 0.2 - 10. 

Olefins useful for the purpose of the invention are a-olefins, cyclic olefins, diene, trienes and stylene homologs. 
Eligible a-olefins are those having a carbon number of 2 to 12, preferably 2 to 8. and chosen from the group of 
ethylene, propylene, butene-1 , hexene-1 , 4-methylpentene-1 and the like. They may be homopolymerlzed or copoly- 

45 merized as by alternating, random or block copolymerization processes. 

Exemplified as a-olefin copolymers are those of ethylene with an a-olefin comonomer of a carbon number of 3 to 
12, preferably 3to8, such as ethylene-propylene, ethylene-butene-1, ethylene-hexene-1 orethylene-4-methylpentene- 
1, or of propylene with an a-olefin comonomer of a carbon number of 3 to 12, preferably 3 to 8, such as propylene- 
propylene, propylene-butene-1, propylene-hexene-1 or propylene-4-methylpentene-1. In either copolymer, the content 

50 of the comonomer may be variable within the range of less than 90% by mole of total monomer Generally, ethylene- 
based copolymers have a comonomer content of not more than 40%, preferably smaller than 30%, more preferably 
below 20%, whereas propylene-based copolymers have a similar content in the range of 1 to 90%, preferably 5 to 
90%, more preferably 10 to 70%, each such percentage being by mole based on total monomer 

The cyclic olefins are chosen from those having a carbon number of 3 - 24, preferably 3-18, exemplarily including 

55 cyclopentene. cyclobutene, cyclohexene, 3-methylcyclohexene, cyclooctene, cyclodecene, cyclododecene, tetracy- 
clodecene, octacyclodecene, dicyclopentadiene, norbomene, 5-methyl-2-norbornene, 5-ethyl-2-norbornene, 5-iso- 
butyl-2-norbornene, 5,6-dimethyl-2-norbornene, 5,5,6-trimethyl-2-norbornene and ethylidenenorbomene. They may 
be copolymerized usually with a given a-olefin in which instance the content of the cyclic olefin in the resulting copolymer 
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is less than 50% by mole, usually 1 to 50% by mole, preferably 2 to 50% by mole. 
Suitable dienes and trienes are chain polyene of the formula 



^ CH2CH(CH)j(CHCH2)u XV 

wherein u is an integer of 1 or 2, and t is 0 - 20, preferably 2 - 20. 

Examples of the above polyenes include butadiene, 1,4-hexadiene, 1 ,5-hexadiene, 1 ,9-decadiene, 1,13-tetradec- 
adiene, 2,6-dimethyl-1 ,5-heptadiene, 2-methyl-2,7-octadiene, 2,7-dimethyl-2,6-octadiene and 1,5,9-decatriene. 

Chain dienes or trienes copolymerizable with a given a-olefin are usually contained in the copolymer In an amount 
of 0.1 to 50% by mole, preferably 0.2 to 10%by mole. 

Eligible styrene homologs are styrene and styrene derivatives such as t-butylstyrene, a-methylstyrene, p-methyl- 
styrene, divinylbenzene, 1,1-diphenylethylene, N,N-dimethyl-p-aminoethylstyrene and N,N-diethyl-p-aminoethylsty- 
rene. 

The catalyst component of the invention may be suitably used to reform olefin homopolymers or copolymers by 
further polymerization with a polar monomer such as an unsaturated carboxylate including methyl acrylate. methyl 
methacrylate, butyl methacrylate, dimetyl maleate, diethyl maleate, monomethyl maleate, diethyl fumarate, dimethyl 
itaconate and the like. The content of the polar monomer in the reformed polymer Is usually In the range of 0.1 to 10% 
by mole, preferably 0.2 to 2% by mole. 
2^ The polymerization reaction may be carried out in the presence of the inventive catalyst component and the pro- 

moter components or the inventive catalyst. The inventive catalyst may be applied to slurry, solution and vapor polym- 
erization processes. Slurry and vapor phase modes of reaction may be conveniently chosen which are conducted in 
a substantially oxygen-free, moisture-free state and in the presence of or in the absence of an Inert solvent such as 
aliphatic hydrocarbons including hexane, heptane and the like, aromatic hydrocarbons including benzene, toluene, 
xylene and the like and alicyclic hydrocarbons including cyclohexane, methylcyclohexane and the like. Reaction tem- 
peratures may be at from 20*C to 200'*C, preferably 50 C to 100**C. reaction pressures at from atmospheric to 70 kg/ 
cm^G, preferably atmospheric to 20 kg/cm^G and reaction timelenghs at from 5 minutes to 10 hours, preferably 5 
minutes to 5 hours. 

The molecular weight of a polymer to be formed can be effectively controlled by feeding a predetermined amount 
of hydrogen into the reaction system, although this control may be also effected by adjusting the reaction temperature, 
molar ratio of the catalyst and other parameters. 

There may be used some scavengers for removing moisture from the reaction system. Such scavengers include 
an organoaluminum such as trimethylaluminum, triethylalumlnum and triisobutylaluminum, the aforesaid modified or- 
ganoaluminum as well as a modified organoaluminum having a branched alkyi group. 

The inventive catalyst component may be suitably used for a multi-stage mode of polymerization Involving different 
hydrogen concentrations, monomer concentrations, polymerization pressures and temperatures and other reaction 
parameters. 

The invention will be further described by way of the following examples which should not be regarded as limiting 
the scope of the invention. 

1 H-NMR analysis was made by the following procedure. Hydrogen bonded to the 5-member ring of a cyclopenta- 
dienyl or indenyl group of metallocene compound was measured with the use of NMR (nuclear magnetic resonance, 
Model EX-270 or EX-400 of Nippon Denshi Company Limited) at 27'*C by counting the number of pulses (128 times). 

Test samples were prepared by admixing more than 0.2 ml catalyst solution having a metal concentration (taita- 
nium, zirconium and hafnium)of more than 0.02 mmolMetal/ml with 0.2 ml solvent of dehydrated benzene or dehydrated 
45 toluene each having deuterium. 

Evaluation of Polvmer Properties 

Melt Index (Ml): measured in accordance with ASTMD D1238-57T at 190*C with load of 2.16kg 
^0 Density : measured in accordance with ASTMDD1 505-68 

Melting Point : measured by a differential scanningcalorimeter(DSC) where a 5mg sample was held at 180**C for 3 

minutes, cooled to 0**C at 10*C per minute, held at O'^C for 10 minutes and finally warmed at 

10**C per minute. 

Preparation of modified Orqano-Aluminum Compound 



13 grams of cupric sulfate pentahydrate were taken into a 300 ml three-necked flask equipped with an electro- 
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magnetic stirrer and suspended in 50 ml of toluene. 1 50ml of trimethylaluminum (1 mmol/ml concentration) were added 
in droplets to the resulting suspension at O^^C over 2 hours. Reaction was continued at 25®C for 24 hours. The reaction 
product was filtrated with toluene removed, thereby obtaining 4 grams of a white crystalline methylaluminoxane (MAO). 

s Inventive Example 1 

A 300 cc three-necked flask was charged with 100 ml refined toluene. 1 0 mmol bis(1 ,3-dimethylcyclopentadienyl)- 
zirconiumdichoride ((1,3-Me2Cp)2ZrCl2) and 60 mmol indene in nitrogen atmosphere. The admixture was stirred at 
room temperature for 30 minutes, followed by addition of droplets of 60 mmol triisobutyialuminum and thereafter added 

10 with 20 mmol 1,3,5-trimethylbenzene (mesitylene). The resulting admixture was examined for hydrogen peaks in a 
1 H-NMR chart. The admixture was stirred at a temperature of 110**C for 3 hours thereby providing a reactive solution. 

Fig. 1 is a 1 H-NMR chart showing a hydrogen peak of the above solution. In the chart, the peaks appearing where 
the chemical shift 5 is equal to 5.7 ppm and 6.0 ppm are hydrogen bonded to the dimetylcyclopentadiene group of 
zirconocene. The peaks observed where 5 Is equal to 6.5 ppm and 7.0 ppm respectively indicated hydoregen bonded 

IS to the double bond of the 5-member ring of indene. The peak of 7.0 ppm is in superimpose relation to that of hydrogen 
bonded to the benzene ring of mesitylene. 

Fig. 2 is a 1 H-NMR chart showing hydrogen peaks of the above solution added with 60 mmol triisobutyialuminum 
and stirred at a temperature of 110°C for 3 hours. There were observed only the peak of isobutylene where 5 is 5.0 
ppm, that of indene where 5 are 6.5 and 7.0 ppm and that of mesitylene where S is 7.0 ppm, indicating the absence of 

20 the previously obsen/ed peaks of hydrogen (5=6.0 ppm, 5=5.7 ppm) bonded to the dimetylcyclopentadiene group of 
bis(1 ,3-dimethylcycIopentadienyl)zirconiumdichoride. There were no peak of hydrogen bonded to the 5-member ring 
of the zirconocene compound. 

Polymerization 

25 

A 3 litter stainless steel autoclave equipped with a stirrer was purged with nitrogen, followed by addition of 200 

grams dried ocean sand-and the above solution in an amount of 1 milligram-atom as the zirconium (Zr) atom and 1 ml 
solution of 1 mmol/ml of methylaluminoxane. The admixture was heated to 75''C and charged with a mixed gas of 
butene-1 and ethylene (butene-1 /ethylene molar ratio 0.25) to bring the reactor pressure up to Qkgf/cm^G, whereupon 
30 polymerization reaction was initiated and continued for 1 hour with continued charge of a mixed gas of ethylene and 
butene-1 (butene-1/ethylene molar ratio 0.05) to maintain a total pressure at 9 kgf/cm^G. Upon completion of the 
reaction, excess gases were expelled and the autoclave was cooled, followed by removal of the sand. Analysis of the 
resulting 21 3 grams white polymer indbated a catalytic activity of 21 3 kg/gZr, MFR of 0. 1 g/1 0 min, a density of 0.921 9 
g/cm2. MP of 114.5*»C and Mw/Mn of 3.1. 

35 

Inventive Example 2 

A 300 cc three-necked flask was charged with 100 ml refined xylene and 10 mmol bislndenylzirconiumdichloride 
(lnd2ZrCl2) in nitrogen atmosphere to provide a solution. 
40 A 50 ml flask was charged In nitrogen atmosphere with 2 ml of the above solution and 5 ml solution methylalumi- 

noxane (concentration 4 mmol/ml). The admixture was stirred at room temperature for one week. 1 H-NMR analysis of 
the resulting solution revealed that the peaks of hydrogen (6 = 6.3 ppm, 5 = 6.0 ppm) bonded to 5-member rings of the 
indenyl group had dissappeared. There were observed no peaks of hydrogen bonded to the other 5-member ring of 
the zirconocene compound. 

45 

Polvmerization 

The procedure of Inventive Example 1 was followed except for the use of the contact reaction product of this 
example, thereby obtaining 1 48 grams white polymer having a catalytic activity of 148 kg/gZr, MFR of 5.4 g/10 min, a 
BO density of 0.9238 g/cm^. MP of 11 4.8**C and Mw/Mn of 2.9. 

Inventive Example 3 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined xylene and 10 mmol bisinde- 
55 nylzirconiumdimethyl (lnd2ZrMe2) and added for 3 hours with droplets of 20 mmol of triisobutyialuminum in nitrogen 
atmosphere. The resulting admixture was stirred at a temperature of 140**C for 2 hours, thereby obtaining a reactive 
solution. 1 H-NMR analysis of the resulting solution revealed that there were no peaks of hydrogen bonded to the 
5-member ring of the indenyl group which peak had been previously ovserved where 6 is equal to 6.1 ppm and 5 is 
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equal to 5.9 ppm. There were observed no peaks of hydrogen bonded to the other 5-member ring of the zirconocene 
compound. 

Polymerization 

5 

A 50 cc flask was charged with In nitrogen atmosphere the above catalyst component solution in an amount of 
one milligram-atom as the zirconiumu (Zr) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture 
was stirred at room temperature for 30 minutes. The resulting contact reaction product was ployemrized by the proce- 
dure of Inventive Example 1 , thereby obtaining 205 grams white polymer having a catalytic activity of 205 kg/gZr. MFR 
10 of 0.07 g/10 min, a density of 0.9227 g/cm2 MP of lU.O'^C and Mw/Mn of 2.8. 

Inventive Example 4 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined mesitylene and thereafter 
IS with 5 mmol biscyclopentadlenylzirconiumdichloride (Cp2ZrCl2) and 20 mmol Indene. The resulting admixture was 
stirred at room temperature for 30 minutes and thereafter added at room temperature for 3 hours with droplets of 20 
mmol triethylaluminum. The resulting solutkDn was stirred at a temperature of 160*C for 4 hours, thereby obtaining a 
reactive solution. 1 H-NMR analysis of the resulting solution revealed that the previously observed peaks of hydrogen 
bonded to the 5-member ring of the cyclopentadienyl group where 5 is equal to 6.1 ppm had disappeared. There were 
20 observed no peak of hydrogen bonded to the other 6-member ring of the zirconocene compound. 

Polymerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 1 
25 milligram-atom as the zirconium (Zr) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
stirred at room temperature for 30 minutes. The resulting contact reaction product was ployemrized by the procedure 
of Inventive Example 1 , thereby obtaining 186 grams white polymer having a catalytic activity of 186 kg/gZr, MFR of 
2.1 g/10 min, a density of 0.9240 g/cm^ MP of 114.9**C and Mw/Mn of 3.2. 

30 Inventive Example 5 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined toluene and thereafter with 
10 mmol biscyclopentadienylzirconiumhydridechloride (Cp2ZrHCL), 20 mmol indene and 5 ml solution of methylalu- 
minoxane (concentration 4 mmol/ml). The admixture was stirred at room temperature for 2 hours. The resulting ad- 
35 mixture was further stirred at a temperature of 1 1 0*^0 for 2 hours, thereby obtaining a reactive soluiton. 1 H-NMR analysis 
of the resulting solution revealed that the previously observed peak of hydrogen bonded to the 5-member ring of the 
cyclopentadienyl group where 5 is equal to 6.2 ppm had disappeared. There were observed no peaks of hydrogen 
bonded to the other 5-member ring of the zirconocene compound. 

40 Polymerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 1 
milligram-atom as the zirconium (Zr) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
stirred at room temperature for 30 minutes. The resulting contact reaction product was ployemrized by the procedure 
45 of Inventive Example 1 , thereby obtaining 179 grams white polymer having a catalytic activity of 179 kg/gZr. MFR of 
2.4 g/10 min, a density of 0.9217 g/cm^ MP of 114.0*C and Mw/Mn of 3.4. 

Inventive Example 6 

so A 300 cc three-necked flask was charged In nitrogen atmosphere with 100 ml refined mesitylene and thereafter 

with 10 mmol bislndenylzirconlumdibenzyl lnd2Zr(CH2Ph)2and 30 mmol 1 ,2,4-trlmetylsilylcyclopentadiene. The result- 
ing admixture was stirred at room temperature for 30 minutes and thereafter added at room temperature for 2 hours 
with droplets of 80 mmol tridecylalumlnum. The resulting solution was stirred at a temperature of 160*C for 2 hours, 
thereby obtaining a reactive solution. 1 H-NMR analysis of the resulting solution revealed that the previously obsen/ed 

55 peaks of hydrogen bonded to the 5-member ring of the indenyi group where 6 is equal to 6.1 ppm and 8 is equal to 5.9 
ppm had disappeared. There were obsen/ed no peaks of hydrogen bonded to the other 5-member rings of the zir- 
conocene compound. 



EP 0 768 320 A1 



Polymerization 

A 50 cc flask was charged in nitrogen atomosphere with the above catalyst component solution in an amount of 
1 milligram-atom as the zirconium (Zr) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
5 stirred at room temperature for 30 minutes. The resulting contact reaction product was ployemrized by the procedure 
of Inventive Example 1 , thereby obtaining 208 grams white polymer having a catalytic activity of 208 kg/gZr, MFR of 
2.6 g/10 min, a density of 0.9223 g/cm^ MP of 114.5**C and Mw/Mn of 3.5. 

Inventive Example 7 

10 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 mi refined toluene and thereafter with 
10 mmol bis(1,3-dimetylcyclopentadienyl)zirconiumdichloride ((1,3-Me2Cp)2ZrC12) and 10 mmol indene. The result- 
ing admixture was stirred at room temperature for 30 minutes and thereafter added at room temperature for 2 hours 
with droplets of 20 mmol triisobutylaluminum. The resulting solution was stirred at a temperature of 110^*0 for 2 hours, 
IS thereby obtaining a reactive solution. 1 H-NMR analysis of the resulting solution revealed that the previously observed 
peaks of hydrogen bonded to the 5-member ring of the dimethylcyclopentadlenyl group where 6 is equal to 6.0 ppm 
and 5 is equal to 5.7 ppm had disappeared. There were observed no peaks of hydrogen bonded to the other 5-member 
ring of the zirconocene compound. 

20 Polvmerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 1 
milligram-atom as the zirconium (Zr) atom and 1 mmol trityltetra{pentafluorophenyl)borate. The admixture was stirre 
at room temperature for 30 minutes. The resulting contact reaction product was ployemrized by the procedure of In- 
25 ventive Example 1 , thereby obtaining 210 grams white polymer having a catalytic activity of 210 kg/gZr, MFR of 0.5 g/ 
10 min,.a density of 0.9211 g/crn^, MP of 113.9'*C and Mw/Mn of 3.8. 

Inventive Example 8 

30 A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined toluene and thereafter with 

10 mmol biscyclopentadienylzirconiumhydridechroride (Cp2ZrHCI), 20 mmol indene and 5 ml methylaluminoxane (con- 
centration 4 mmol/ml). The resulting admixture was stirred at room temperature for 2 hours and further stirred at a 
temperature of IIO'^c for 2 hours, thereby obtaining a reactive solution. 1 H-NMR analysis of the resulting solution 
revealed that the previously observed peak of hydrogen bonded to a 5-member ring of the cyclopentadienyl group 

3S where 5 is equal to 6.2 ppm had disappeared. There were observed no peaks of hydrogen bonded to the other 5-member 
rings of the zirconocene compound. 

Polvmerization 

40 A 50 cc flask was charged in nitrogen atmosphere with the above catalyst in an amount of 1 milligram-atom as the 

zirconium (Zr) atom and 1 mmol dimethylaniliniumtetra(pentafluorophenyI)borate. The admixture was stirred at room 
temperature for 30 minutes. The resulting contact reaction product was ployemrized by the procedure of Inventive 
Example 1 , thereby obtaining 340 grams white polymer having a catalytic activity of 340 kg/gZr, MFR of 2.0 g/10 min, 
a density of 0.9220 g/cm^ MP of 1 1 4.6*C and Mw/Mn of 3.9. 

45 

Inventive Example 9 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined xylene, 10 mmol bisinde- 
nylzirconiumdimethyl (lnd2ZrMe2), 50 mmol ethylenebisindene and added for 3 hours with droplets of 20 mmol of 
50 triisobutylaluminum. The resulting admixture was stirred at a temperature of 140°C for 2 hours, thereby obtaining a 
reactive solution. 1 H-NMR analysis of the resulting solution revealed that the previously observed peaks of hydrogen 
bonded to a 5-member ring of the indenyl group where d is equal to 6.1 ppm and 5 is equal to 5.9 ppm had disappeared. 
There were observed no peaks of hydrogen bonded to the other 5-member ring of the zirconocene compound. 

55 Polvmerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst in an amount of 1 milligram-atom as the 
zirconium (Zr) atom and 1 mmol trityl-1-carbaundecaborate. The admixture was stirred at room temperature for 30 
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minutes. The resulting contact reaction product was polymerized by the procedure of Inventive Example 1, thereby 
obtaining 170 grams white polymer having a catalytic activity of 170 kg/gZr, MFR of 1.0 g/10 min, a density of 0.9216 
g/cm2, MP of 114.0**C and Mw/Mn of 3.3. 

5 Inventive Example 10 

A 300 cc three-necked flask was charged with 100 ml refined xylene, 10 mmol blslndenylzlrconiumdlchloride, 10 
mmol indene (lnd2ZrCl2) and 15mmol dibutylmagenesium in nitrogen atmosphere. 

A 50 ml flask was charged in nitrogen atmosphere with 2 ml of the above solution and 5 ml methylaluminoxane 
10 (concentration 4 mmol/ml). The admixture was stirred at a temperature of 140'*C for 5 hours. 1 H-NMR analysis of the 
resulting solution revealed the previously observed peaks of hydrogen bonded to the 5-member rings of the Indenyl 
group where 5 is equal to 6.3 ppm and 5 is equal to 6.0 ppm had disappeared. There were observed no peaks of 
hydrogen bonded to the other 5-member rings of the zirconocene compound. 

Polvmerization 

A 50 cc flask was charged In nitrogen atmosphere with the above catalyst in an amount of 1 milligram-atom as the 
zirconium (Zr) atom and 1 mmol tri(pentafluorophenyI)borane. The admixture was stirred at room temperature for 30 
minutes. The resulting contact reaction product was ployemrlzed by the procedure of Inventive Example 1, thereby 
20 obtaining 220 grams white polymer having a catalytic activity of 220 kg/gZr. MFR of 1 .8 g/10 min, a density of 0.9222 
g/cm2, MP of 114.3''C and Mw/Mn of 3.2. 

Inventive Example 11 

25 The following porimerization reaction was carried out using the catalyst of Inventive Example 1 . 

A 3 litter stainless steel autoclave equipped with a stirrer was purged with nitrogen, followed by addition of 200 
grams dried ocean sand, the catalyst component solution of Inventive Example 1 in an amount of 1 milligram-atom as 
the zirconium (Zr) atom and 1ml solution of 1 mmol/ml of methylaluminoxane. The admixture was heated to 75**C with 
stirring and charged with ethylene to bring the reactor pressure up to Qkgf/cm^G, whereupon polymerization reaction 
30 was initiated and continued for 1 hour with continued charge of ethylene to maintain a total pressure at 9 kgf/cm^G. 

Upon completion of the reaction, excess gase of ethylene were expelled and the autoclave was cooled, followed 
by removal of the sand. Analysis of the resulting 211 grams white polymer indicated a catalytic activity of 211 kg/gZr, 
MFR of 2.2 g/10 min, a density of 0.9501 g/cm2, a melting point (MP) of 131.5'*C and Mw/Mn of 3.6. 

35 Inventive Example 12 

A 300 cc three-necked flask was charged In nitrogen atmosphere with 100 ml refined mesitylene, 10 mmol 
ethyienebisindenylzirconiumdichloride (Et(lnd)2ZrCl2), and 50 mmol indene. The admixture was stirred at room tem- 
perature followed by addition of droplets of 30 mmol for 2 hours at room temperature. The resulting admixture was 
40 stirred at a temperature of 110"C for 2 hours, thereby obtaining a reactive solution. 

A 50 ml flask was charged in nitrogen atmosphere with the above solution in an amount of 0.2 mmol-atom as the 
zirconium (Zr) atom and 5 ml solution of 4 mmol/ml of methylaluminoxane. The admixture was stirred at room temper- 
ature for one week. 1 H-NMR analysis of the resulting solution revealed that the previously observed peaks of hydrogen 
bonded to the 5-member ring of the indenyl group where 5 is equal to 5.9, 6.1, 6.6 and 6.8 ppm had disappeared. 
4$ There were observed no peaks of hydrogen bonded to the other 5-member ring of the zirconocene compound. 

Polvmerization 

A 50 cc flask was charged In nitrogen atmosphere with the above catalyst component solution In an amount of 1 
so milligram-atom as the zirconium (Zr) atom and 1 mmol dimethylanlliniumtetra(pentafluorophenyl)borate. The admixture 
was stirred at room temperature for 30 minutes. The resulting contact reaction product was polymerized by the proce- 
dure of Inventive Example 1 , thereby obtaining 332 grams white polymer having a catalytic activity of 332 kg/gZr, MFR 
of 5.5 g/10 min, a density of 0.9185 g/cm^ MP of 109.2*C and Mw/Mn of 4.1. 

55 Inventive Example 1 3 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined mesitylene, 5 mmol 
biscyclopentadienyltitaniumdichrolide (Cp2TiCl2) and 20 mmol indene. The admixture was stirred at room temperature 
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lor 30 minutes and thereafter added at room temperature for 3 hours with droplets of 20 mmol of triethylaluminum. The 
resulting admixture was stirred at a temperature of 160'*C for 4 hours, thereby obtaining a reactive solution. 1 H-NMR 
analysis of the resulting solution revealed that the previously observed peak of hydrogen bonded to the 5-member ring 
of the cyclopentadienyl group where 5 is equal to 6.0 ppm had disappeared. There were observed no peaks of hydrogen 
5 bonded to the other 5-member ring of the titanocene compound. 

Polymerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 1 
10 milligram-atom as the titanium (Ti) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
stirred at room temperature for 30 minutes. The resulting contact reaction product was polymerized by the procedure 
of Inventive Example 1 . thereby obtaining 113 grams white polymer having a catalytic activity of 113 kg/gZr, MFR of 
3.2 g/10 min, a density of 0.9219 g/cm^, MP of 98.2**C and Mw/Mn of 3.8. 

IS Comparative Example 1 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 1 00 ml refined xylene and 1 0 mmol bisinde- 
nylzirconiumdimethyl (lnd2ZrMe2). 1 H-NMR analysis of the resulting solution revealed that there were the peaks of 
hydrogen bonded to the 5-member ring of the indenyl group where 5 is equal to 6.1 ppm and 5 is equal to 5.9 ppm. 

20 

Polymerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 1 
milligram-atom as the zirconium (Zr) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
25 Stirred at room temperature for 30 minutes. The resulting contact reaction product was polymerized by the procedure 
of Inventive Example 1 , thereby obtaining 158 grams white polymer having a catalytic activity of 158 kg/gZr, MFR of 
5.2 g/10 min. a density of 0.9232 g/cm2 MP of 116.8«C and Mw/Mn of 2.1. 

Comparative Example 2 

30 

A 300 cc three-necked flask was charged in nitrogen atmosphere with 100 ml refined mesitylene and 5 mmol 
biscyclopentadienylzirconiumdichrolide (Cp2ZrCl2). The admixture was stirred at room temperature for 30 minutes. 
1 H-NMR analysis of the resulting solution revealed that there were the peak of hydrogen bonded to the 5-member ring 
of the cyclopentadienyl group where 8 is equal to 6.1 ppm. 

35 

Polymerization 

A 50 cc flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 1 
milligram-atom as the zirconium (Zr) atom and 1 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
40 stirred at room temperature for 30 minutes. The resulting contact reaction product was polymerized by the procedure 
of Inventive Example 1 , thereby obtaining 112 grams white polymer having a catalytic activity of 112 kg/gZr, MFR of 
3.8 g/10 min, a density of 0.9252 g/cm^ MP of 118,9^C and Mw/Mn of 2.2. 

Inventive Example 14 

46 

The following reaction was carried out using the catalyst component of Inventive Example 1 . 

A 50 ml flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 0.1 
mmol-atom as the zirconium (Zr) atom and 10 ml solution of 1 mmol/ml methylaluminoxane. The admixture was stirred 
at room temperature for 1 hour. 
so A 50 ml three-necked flask was charged with 2 grams Si02 (Fuji Davison #952, surface area 300 m^/g) that had 

been calcined in nitrogen atmosphere at 600^0 for 5 hours and 1 0 ml refined toluene, followed by addition of total 
weight of the above solution. The solvent was removed by means of a blow or nitrogen in vacuum, thereby providing 
a particulate solid catalyst having a fluidity property. 

S5 Porimerization 



A reaction loop was formed with a stirrer fitted with stainless steel autoclave, a blower, a flow controller and a dry 
cyclon. The temperature of the autoclave was regulated with a flow of warm water through its jacket. The polymerization 
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reaction was carried out via \he above loop for 8 hours, in which the above solid catalyst and a toluene solution of 
methylaluminoxane (1 mmol/l concentration) were taken at a rate of 1 00 mg/hr and 1 ml/h respectively into the autoclave 
held at 60''C, followed by supply of a mixed gas of butene-1 and ethylene at a molar ratio of 0.25 in the gaseous phase 
to maintain a total system pressure at 8 kgf/cm2. The resulting polymer was withdrawn intemnittently while the gas in 
s the system was being circulated. 

Analysis indicated a catalytic activity of 420 kg/gZr, MFR of 0.01 g/1 0 min, a density of 0.9232 g/cm^, a bulk density 
of 0.42 g/cm^ and MP of IH.S'^C, 

Inventive Example 15 

10 

The following reaction was carried out using the transitional metal catalyst component of Inventive Example 2. 

A 50 ml three-necked flask was charged in nitrogen atmosphere with 2 grams SiOg (Fuji Davison #952, surface 
area 300 m2/g) that had been calcined at SOO^C for 5 hours and 10 ml refined toluene, followed by addition of 3 ml of 
one mmol/ml methylaluminoxane. The admixture was stirred at room temperature for 2 hours to provide a slurry. 
IS The slurry was admixed with the above catalyst solution in an amount of 0.1 mmol-atom as the zirconium (Zr) 

atom. The solvent was removed by means of a blow of nitrogen in vacuum thereby providing a fluidized solid catalyst. 

Porimerization 

20 The procedure of Inventive Example 1 4 was followed whereby there was obtained an ethylene copolymer having 

a catalytic activity of 355 kg/gZr, MFR of 2.8 g/10 min, a density of 0.9218 g/cm^, a bulk density of 0.41 g/crrfl and MP 
of 113.3'^C. 

Inventive Example 16 

2S 

The following reaction was carried out using the transitional metal catalyst component of Inventive Example 3. 

A 50 ml flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 0.2 
mmol-atom as the zirconium (Zr) atom and 14 ml solution of 1 mmol/ml of methylaluminoxane. The admixture was 
stirred at room temperatuer for one hour to provide a solution. 
30 A 50 ml three-necked flask was charged with 2 grams SiOg (Fuji Davison #952, surface area 300 m^/g) that had 

been calcined in nitrogen atmosphere at 600*^0 for 5 hours and 10 ml refined toluene, followed by addition of 3 ml 
toluene solution of one mmol/ml triethylaluminium. The admixture was stirred at room temperature for 2 hours to provide 
a slurry. 

The slurry was admixed with total weight of the above catalyst solution. The solvent was removed by means of a 
35 blow of nitrogen in vacuum thereby providing a fluidized solid catalyst. 

The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer having 
a catalytic activity of 299 kg/gZr, MFR of 2.8 g/10 min, a density of 0.9252 g/cm^, a bulk density of 0.40 g/cm^ and MP 
of 114.3*'C. 

40 Inventive Example 17 

The following reaction was carried out using the catalyst component of Inventive Example 4. 

A 50 ml flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 0.2 
mmol-atom as the zirconium (Zr) atom and 1 3 ml solution of 1 mmol/ml methylaluminoxane. The admixture was stirred 
4S at room temperatuer tor one hour to provide a solution. 

A 50 ml three-necked flask was charged in nitrogen atmosphere with 2 grams SiOg (Fuji Davison #952, surface 
area 300 m^/g) that had been calcined in nitrogen atmosphere at GOO'^C for 5 hours and 1 0 ml refined toluene, followed 
by addition of 0.7 mg of n-butoxy zirconium. The admixture was stirred at room temperature for 2 hours to provide a 
slurry. 

so The slurry was admixed with total weight of the above catalyst solution. The solvent was removed by means of a 

blow of nitrogen in vacuum thereby providing a fluidized solid catalyst. 

The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer having 
a catalytic activity of 178 kq/gZr, MFR of 6.6 g/10 min, a density of 0.9278 g/cm^, a bulk density of 0.39 g/cm^ and MP 
of 1170 **C. 

55 

Inventive Example 18 

The following reaction was carried out using the catalyst component of Inventive Example 5. 
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A 50 ml flask was chraged with 2 grams alumina and 10 ml refined toluene. The admixture was stirred at room 
temperature for 2 hours, followed by addition of the solution of the catalyst component of Inventive Example 5 in amount 
of 0.2 mmol-atom as the Zirconium (Zr) atom. The admixture was was stirred at room temperature for one hour, followed 
by removal of the solvent by means of a blow of nitrogen in vacuum therby providing a fluidized solid catalyst. 
s The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer having 

a catalytic activity of 173 kg/gZr, MFR of 4.9 g/10 min, a density of 0.9217 g/cm^, a bulk density of 0.39 g/cm^ and MP 
of 116,2 '^C. 

Inventive Example 19 

10 

The following reaction was carried out using the catalyst component of Inventive Example 6. 

A 50 cc flask was charged with the above catalyst component solution in an amount of 0.1 mmol-atom as the 
zirconium (Zr) atom and 0.1 mmol trityltetra(pentafluorophenyl)borate. The admixture was stirred at room temperatuer 
for 30 minutes. 

IS A 50 ml three-necked flask was charged with 2 grams Si02 (Fuji Davison #952, surface area 300 m^/g) that had 

been calcined in nitrogen atmosphere at eoo^'C for 5 hours and 10 ml refined toluene, followed by addition of 0.75 
gram of butanol. The admixture was stirred at room temperature for 2 hours, followed by nitrogen blow to remove the 
solvent in vacuum. The resulting powdery material was admixed with 10 ml toluene and 7.5 ml solution of 1 mmolAnI 
methylaluminoxane and then stirred at room temperature for one hour to provide a slurry. 

20 The slurry was admixed with total weight of the above catalyst solution, followed by removal of the solvent by 

nitrogen blow in vacuum. 

The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer having 
a catalytic activity of 418 kg/gZr, MFR of 2.1 g/10 min, a density of 0.9201 g/cm^, a bulk density of 0.45 g/cm^ and MP 
of lU.O'^C. 

2S 

Inventive Example 20 

The following reaction was carried out using the transitional metal catalyst component of Inventive Example 7. 
A 50 cc flask was charged In nitrogen atmosphere with the above catalyst component solution in an amount of 0.2 
30 mmol-atom as the zirconium (Zr) atom and 0.2 mmol tri(pentafluorophenyl)borane. The admixture was stirred at room 
temperatuer for 30 minutes. 

A 50 ml three-necked flask was charged in nitrogen atmosphere with 2 grams Si02 (Fuji Davison #952, surface 
area 300 m^/g) that had been calcined at 600''C for 5 hours and 10 ml refined toluene, followed by addition of 3 ml 
toluene solution of one mmol/ml triethylaluminum. The admixture was stirred at room temperatu re for 2 hours to provide 
3S a slurry. The slurry was admixed with total weight of the above catalyst solution. The solvent was removed by means 
of a blow of nitrogen in vacuum thereby providing a fluidized solid catalyst. 

The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer having 
a catalytic activity of 301 kg/gZr, MFR of 0.08 g/10 min, a density of 0.9192 g/cm^, a bulk density of 0.45 g/cm^ and 
MP of 110.6**C. 

40 

Inventive Example 21 

The following reaction was carried out using the transitional metal catalyst component of Inventive Example 1 . 

A 50 ml flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 0.2 
45 mmol-atom as the zirconium (Zr) atom and 0.2 mmol triethylammoniumtetra(pentafluorophenyl)borate. The admixture 
was stirred at room temperatuer for 30 minutes. 

A 50 ml three-necked flask was charged with 2 grams silica-alumina (surface area 200 m2/g) that had been calcined 
in nitrogen atmosphere at BOO'^C for 5 hours and 10 ml refined toluene, followed by addition of 3 ml solution of one 
mmol/ml methylaluminoxane. The admixture was stirred at room temperature for 2 hours to provide a slurry. 
so The slurry was admixed with total weight of the above catalyst solution. The solvent was removed by means of a 

blow of nitrogen in vacuum thereby providing a fluidized solid catalyst. 

The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer having 
catalytic activity of 294 kg/gZr, MFR of 0.8 g/10 min, a density of 0.9211 g/cm^ a bulk density of 0.42 g/cm^ and MP 
of 112.2'»C. 

55 

Inventive Example 22 

The following reaction was carried out using the catalyst component of Inventive Example 1 . 
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A 50 ml flask was charged in nitrogen atmosphere with the above catalyst component solution in an amount of 0. 1 
mmol-atom as the zirconium (Zr) atom and 10 ml solution of one mmol/ml methyialuminoxane. The admixture was 
stirred at room temperatuer for one hour. 

A 100 ml flask was charged in nitrogen atmosphere with 2 grams polyethylene powder which had been dried at 
5 80*C for 5 hours (a linear low-density polyethylene having MFR of 1.0 g/10 min., a bulk density of 0.41 g/cm^ and a 
particle size of 500 and 6.3 ml solution of 1 mmol/ml of methyialuminoxane. The admixture was stirred at room 
temperature for one hour, followed by addition of total weight of the above catalyst component solution and with nitrogen 
blow to remove the solvent In vacuum thereby obtaining a fluidized solid catalyst. 

The procedure of Inventive Example 14 was followed whereby there was obtained an ethylene copolymer at a 
10 catalytic activity of 221 kg/gZr, MFR of 11 g/10 min, a density of 0.9212 g/cm^, a bulk density of 0.31 g/cm^ and MP 
of 113.2'^C. 

Inventive Example 23 

IS The procedure of Inventive Example 14 was followed for the homopolymerization of ethylene in the presence of 

the same catalyst except that the autoclave was supplied solely with an ethylene gas. Catalytic activity was 236 kg/ 
gZr. The resulting ethylene polymer had MFR of 0.03 g/10 min.. a density of 0.9521 g/cm^ a bulk density of 0.41 g/ 
cm3 and MP of 132.1 "^C. 

20 Comparative Example 3 

The following reaction was carried out using the catalyst component of Comparative Example 3. 
A 50 cc flask was charged with the above catalyst component solution in an amount of 0.1 mmol-atom as the 
zirconium (Zr) atom and 10 ml solution of one mmol/ml methyialuminoxane. The admixture was stirred at room tem- 
2S peratuer for one hour. 

A 50 ml three-necked flask was charged with 2 grams SiO^ (Fuji Davison #952, surface area 300 m^/g) that had 
been calcined in nitrogen atmosphere at BOO^'C for 5 hours and 10 ml refined toluene, followed by addition of total 
weight of the above solution. The solvent was removed by means of a blow of nitrogen in vacuum thereby providing 
a fluidized solid catalyst. 

30 

Polymerization 

The resulting contact reaction product was polymerized by the procedure of Comparative Example 1, thereby 
obtaining a polymer having a catalytic activity of 158 kg/gZr, MFR of 0.8 g/10 min, a density of 0.9212 g/cm^, MP of 
35 1 1 5.9*»C and Mw/Mn of 2.4. 

Inventive Example 24 

There was disposed stilt a mixture of the catalyst component solution in amount of 1 milliqram-atom as the zirconium 
40 (Zr) atom and 1 ml of 1 mmol/ml methyialuminoxane for one month. 

Polymerization 

A 3 litter stainless steel autoclave equipped with a stirrer was purged with nitrogen, followed by addition of 200 
45 grams dried ocean sand, total weight of the above catalyst component solution. The admixture was heated to 75**C 
wirh stirring and charged with a mixed gas (butene-1 /ethylene molar ratio 0.25) to bring the reactor pressure up to 9 
kgf/cm^G, whereupon polymerization reaction was Initiated and continued for 1 hour with continued charge of a mixed 
gas of ethylene and butene-1 (butene-1/ethylene molar ratio 0.05) to maintain a total pressure at 9 kgf/cm^G. 

Upon completion of the reaction, excess gases were expelled and the autoclave was cooled, followed by removal 
so of the sand. Analysis of the resulting 215 grams white polymer indicated a catalytic activity of 21 5 kg/gZr, a metal flow 
rate (MFR) of 0.2 g/10 min, a density of 0.9222 g/cm^ a melting point (MP) of lU.e'^C and Mw/Mn of 3.2. 



Claims 

55 

1. A catalyst component for the polyemrization of olefinic hydrocarbons which comprises a modified metallocene 
compound derived from a starting metallocene compound represented by formula 
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wherein Me^ Is a transition metal of Group IVa In the Periodic Table, R^ is a llgand selected from the group 
consisting of a cyclopentadienyl group, a substituted cyclopentadlenyl group, an indenyl group, a substituted in- 
denyl group, a fluorenyl group and a substituted fluorenyl group, which may be bonded together through a C2-c^8 
hydrocarbon group and/or a silylene group, said substituted cyclopnetadineyl. said substituted indenyl group and 
said substituted fluorenyl group each having at least one hydrogen atom directly bonded to their respective 5-mem- 
ber rings, X^ is a halogen atom, a hydrogen atom or a Ci-C24 hydrocarbon nrraiety, p is 1 ^ p ^ 4 and X*' is a C,- 
C20 alkylldene group; 

said modified metallocene compound having a 5-member ring in each of said ligands free of hydrogen peak in 1 H- 
NHR spectrum. 

A catalyst component according to claim 1 , wherein said modified metallocene compound is an admixture of said 
metallocene compound solved in a solution of an aromaric hydrocarbon such as toluene, xylene and mesitylene 
with a compound of the formula 

Me'R^(OR')„X%.^.„ II 

wherein Me^ is an element of Groups 1 - 111 In the Periodic Table, R^ and R^ each are C1-C24, straight or 
branched hydrocarbon groups, X^ Is a halogen atom such as fluorine, iodine, chlorine and bromine or a hydrogen 
atom, provided that X^ is an hydrogen atom, Me^ is an element of Group III in the Periodic Table, z is a valence 
of Me2, m and nareO<m<z, 0<n<z and 0 < m+n < z; 
and an organocyclic compound having a conjugated double bond. 

A catalyst component according to claim 1 further including an inorganic and/or particulate polymer carrier. 

A catalyst component according to claim 1 wherein said starting metallocene compound is selected from the group 

consisting of bisindenyldimethylzirconlum, blsindenyldiphenylzlrconium, bislndenyldlchlorozirconium, blslndenyld- 
ibenzylzlrconium, bisfluorenyldimethylzirconium, bisfluorenyldiphenylzlrconlum, bisfluorenyldichlorozirconium, 
bisfluorenyldibenzylzirconium, biscyclopentadienyldimethylzirconium, biscyclopentadienyldiphenylzirconium. 
biscyclopentadienyldichlorozirconium and biscyclopentadienyldibenzylzirconium. 

A catalyst component according to claim 2 wherein said organocyclic compound is represented by the formula 




III 



R« 

wherein R*. R^, R^ R^ and R® each are hydrogen a -C-, q hydrocarbon group, any two of these hydrocarbon 
groups jointly forming a cyclic hydrocarbon. 

A catalyst component according to claim 3 wherein said inorganic carrier is formed from a porous inorganic com- 
pound of the group consisting of a carbonaceous material, metal, metal oxide, metal chloride, metal carbonate 
and mixtures thereof and having a maximum length of 5 - 200 ^im, a surface area of 50 - 1,000 m^/g and pore 
volume of 0.05 - 3 cm^. 

A catalyst component according to claim 3 wherein said particulate polymer carrier is formed from a thermoplastic 
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or thermosetting resin leaving an average particle size of 5 - 2,000 ^m. 

8. A catalyst component according to claim 2 wherein said compound of formula II is used in an amount of less than 
100 mols, preferably 0.01 to 100 mols, more preferably 0.1 to 50 mols, particularly preferably 1 to 20 mols per mol 
of said metallocen compound. 

9. A catalyst component according to claim 2 wherein said organocyclic compound is used in an amount of less than 
100 mols, preferably 0.01 to 100 mols. more preferably 0.1 to 50 mols, particularly preferably 0.5 to 20 mols per 
mol of said metallocen compound. 

10. A catalyst component according to claim 3 wherein said inorganic carrier and/or particulate polymer is used in an 
amount of 1 gram per 0.0001 - 5. preferably 0.001 - 0.5, more preferably 0.02 - 0.04 mlllimols of said metallocene 
compound. 

IS 11. A polymerization catalyst resulting from mutual contact of a modified metallocene compound with a modified or- 
ganoaluminum compound having AI-O-AI bonds and borate and/or borane; said modified metallocene compound 
being derived from a starting metallocene compound represented by the formula 

20 R^pMe^xVpOrR^Me^X^' I 

wherein Me"* is a transition metal of Group IVa in the Periodic Table, R"* is a ligand selected from the group 
consisting of a cyclopentadienyl group, a substituted cyclopentadienyl group, an indenyl group, a substituted in- 
denyl group, a fluorenyl group and a substituted fluorenyl group, which may be bonded together through a C2-C^3 
25 hydrocarbon group and/or a silylene group, said substituted cyclopnetadineyl, said substituted indenyl group and 

said substituted fluorenyl group each having at least one hydrogen atom directly bonded to their respective 5-mem- 
ber rings, X^ is a halogen atom, a hydrogen atom or a C-|-C24 hydrocarbon moiety, p is 1 ^ p ^ 4 and x^' Is a C^- 
Cgo alkylidene group; 

said modified metallocene compound having a 5-member ring in each of said ligandsf ree of hydrogen peak in 1 H- 
30 NHR spectrum. 

12. A catalyst according to claim 11 wherein said catalyst component includes an inorganic and/or particulate polymer 
carrier. 

55 13. A polymerization catalyst resulting from mutual contact of a metallocene compound with a modified organoalumi- 
num compound having AI-O-AI bonds and borate and/or borane; said metallocene compound being represented 
by the formula 

40 R'pMe'xVpOrR^M^'x'' I 

wherein Me"" Is a transition metal of Group IVa in the Periodic Table, R^ is a ligand selected from the group 
consisting of a cyclopentadienyl group, a substituted cyclopentadienyl group, an indenyl group, a substituted in- 
denyl group, a fluorenyl group and a substituted fluorenyl group, which may be bonded together through a C2-C-18 
^5 hydrocarbon group and/or a silylene group, said substituted cyclopnetadineyl, said substituted indenyl group and 

said substituted fluorenyl group each having at least one hydrogen atom directly bonded to their respective 5-mem- 
ber rings, X^ is a halogen atom, a hydrogen atom or a C1-C24 hydrocarbon moiety, p is 1 ^ p ^ 4 and X^' is a 
C20 alkylidene group; 

said catalyst having a 5-member ring in each of said ligands free of hydrogen peak in 1 H-NMR spectrum. 

so 

1 4. A catalyst according to cairn 1 1 or 1 3 wherein said modified organoaluminum compound is derived from the reaction 
of an organoaluminum compound with water, said organoaluminum compound being of the formula 

55 R''cAIX%., V 



wherein R^^ is a hydrocarbon group such as an alkyi, alkenyl, aryl and aralkyi group of 1 to 18 carbon atoms, 
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Is a hologen or hydrogen atom, and c is an integer of 1 ^ c < 3. 

15. A catalyst according to claim 11 or 13 wherein said modified organoaluminum compound is used in an amount of 
from 1 to 1 00,000, preferably 5 to 1 ,000. more preferably 50 to 50 to 1 00. by an atomic ratio of aluminum in said 

5 compound to transition metal Me"" in said metallocene compound. 

16. A catalyst according to claim 11 or 1 3 wherein said borate and/or borane compound is used in an amount of from 
0.01 to 100, preferably 0.1 to 50, more preferably 0.2 to 10 moles per mol of said metallocene compound. 

10 17. A process for the production of olefinic polymers or copolymers in the presence of the catalyst accoding to claim 
11 or 13. 
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